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ELECTJiOCi IJC MI S'i' 1 i Y 

OF 

OKGANIO CJOiVl P(J UNDH. 


INTHDDrcTlON. 

CHAIiACTKUIHTK'S AND Cf.AHHII'H’ATION «)l.' •fUK 
HtUUK("l-.MATn-:i{. 


Thk aijplu-nfion of c^.ftrical onorKy for ofr.Ttii.K ocfcniiio 
reactioriK was tried long ago ufid in llio rtioxt vnriotiN whvh. 
The observations, however, were at first few in niitnlwr, leadin'^ 
points of vunv were iaeking, ninl fite results were iiieoherenf 
and often contradictory. A definite start in ntfackiug the 
many i.roblem.s which are presented |,y organic efiemisirv was 
not made iintd larger c-h-etrieal (•(|uiprnents were introdneed 
into scientific and technical enteri»riHe.s. For ahcnit a decade 
organic electrochmnistry has hnm nn.lergoing a rfniet but 
steady developnient. ' 

lUectncal energy can tw employwl direi-fly or indireeflv 
for accomplishing clieniieul reiicjlons .^lireetly, if the fi,.|;j 
traversiMl by llie current is of »„ electrolytic nature; iudire..f!v 
n a transforimdion ()f eketrical energy info other fornw (akes 
pace, which—for instance, heat or light -enn hring about 
chemical phenomena outside of the current field, Hath utilizable 
foms of electniufy are of thenrctical mul priudhuif iin,>orfanee; 
the former in elwtrolysis, partkiibrly in reduction, Uklhm 
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and substitution reactions, the latter in pyrogenic and photo¬ 
chemical processes. Another kind of electrochemical action,, 
and one in which the connection between electrical. work and 
chemical effect is still hidden in obscurity, is the glow, or silent 
discharge. In spite of the few facts known about this form 
of electrical energy, it can be claimed positively that it is of 
fundamental importance in the synthesis of simple organic 
bodies and is, perhaps, a means for explaining the methods 
which living nature employs in building up substances. 

A survey of the great number of organic electrochemical 
investigations shows a very unequal distribution of scientific 
labor among the separate parts of the extensive domain. The 
electrolytic reactions have been by far most thoroughly investi¬ 
gated, particularly the reduction processes. Oxidation and 
substitution reactions have more rarely been the subject of 
successful researches. 

Pyrogenic decompositions and syntheses of organic substances 
produced by the induction spark, the electric arc, or highly 
heated conductors of the first class have been numerously 
mentioned. However, we are just beginning to obtain scientific 
results in this line of work. It has already been mentioned 
that our knowledge of the action of the glow and convective, 
discharge on carbon compounds is extremely insignificant. 

The varied properties of organic bodies explain this unequal 
treatment and the result. The reduction of carbon compounds 
occurs usually at certain reducible groups in the molecule with¬ 
out destroying this latter. The whole molecule is asually exposed 
' to the action of the electrolytic oxygen. The final product of 
a reduction is closely related chemically to the material started 
out with; the end result of an oxidation is often the complete 
combustion of the molecule. Quite a number of possibilities 
exist between a slight attack by oxygen upon and the complete 
destruction of a compound by oxidation. A realization of 
these, if at all possible, depends upon most painstaking observa¬ 
tions of fixed experimental conditions, which are often difficult 
to determine. Hence oxidation processes are much more com- 
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plicated than reduction processes, and usually less profitable. 
These same points of view also apply to electrolytic substitu¬ 
tion, which, being an anodic process, is often only with difficulty 
protected from the oxidizing action of the current. 

The relatively great sensitiveness of most carbon compounds 
to high temperatures confined electrothermic decompositions and 
syntheses of organic bodies to a small area, so long as the heat 
was derived from the induction spark, or the electric arc. 
Electrical energy has, however, proved itself a convenient 
medium for investigating the behavior of sensitive substances 
at relatively high temperatures, ever since metallic wires, or 
carbon filaments, have been used as sources of heat which 
can be easily regulated by increasing or decreasing the current 
pressure. 

The properties of electric energy as well as those of the 
carbon compounds require special forms of experiment for 
organic electrochemistry. These differ entirely from the purely 
chemical art of experimentation, i.e., partially new experi¬ 
mental rnethodics are necessary. The more it was possible to 
recognize the important points in the course of an electro¬ 
chemical process the clearer the viewpoints became regarding 
the choice of the most suitable conditions for exi)erirnent. 
The endeavor tlieoretically to represent and unite the numerous 
observations went hand in hand with the experimental develop¬ 
ment. Theoretical considerations led to new experimental 
conditions and new problems. The theory becomes closely 
associated, by certain requirements, not only with the subject « 
of the experiment but also with its arrangement. A descrip¬ 
tion of organic electrochemistry must fully recognize theory 
and rnethodics as well as the chemical results. 

Depending upon the forms in which electrical energy is 
employed in organic chemistry, we can distinguish three 
processes, electrolytic, electrothermic, and electric-discharge 
reactions. A threefold division into theory, rnethodics and 
experimental results, hence, naturally follows for the disposi¬ 
tion of each of the three resulting chapters. 
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It may be remarked, particularly in regard to the description 
of the methods, that only the necessary and important data 
are mentioned here. The author does not intend to give a 
practical guide for making experiments. Only original investi¬ 
gations or special text-books ^ can serve such a purpose. It is 
the object of the respective descriptions in this book to dis¬ 
cuss the general, principles and to lead the reader to a clear 
understanding and a correct interpretation of the various 
methods. 

^See, for instance, Oettel, Electrochemical Experiments, 1897 (trans¬ 
lated by E. F. Smith); also Oettel, Practical Exercises in Electrochemistry, 
1897 (translated by E. F. Smith, Phila.); Elbs, Experiments for the Electro- 
lytical Preparation of Chemical Preparations, Halle, 1902. 


PART I. 


ELECTROLYTIC PROCESSES. 


CHAPTEE I. 

THEORETICS. 

1. Forms of Eeaction. 

Two possibilities must be distinguished in the electrolysis 
of organic bodies. The carbon compound is either an electro¬ 
lyte, i.e., a salt, base, or acid, or it is a non-electrolyte. 

In the first case the com[)Ound itself furnishes the ions 
which condition the conductivity. The work of electrolysis 
then consists in the transportation of these ions to the anode 
and cathode, and it is a secondary question whether these 
ions are liberated molecularly or atomically, or whether they 
react with one another, or with the substance still present in 
the solution, or with the solvent. 

Of the organic ions the anions are almost exclasively taken 
into consideration, since organic cations, like the organic 
ammonium ions, have been little investigated as to their 
behavior in electrolj^is. The actual liberation of the ions can¬ 
not’be observed, because when deprived of their electrical 
state they cannot exist. On the contrary, the anions often 
react with one another after their discharge. Thus either a 
union of several anions occurs or, far oftener, more complicated 
transpositions and decompositions accompany these reactions. 

6 
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An example of the first kind of decomposition is furnished 
by the electrolysis of potassiumfxanthate ^: 

2 C2H50CSSK=2 C2H50CSS'H-2 K'. 

2 CsHsOCSS =C 2 H 50 CSS -SSCOC 2 H 5 . 

In this case two anions unite to form xanthic disulphide. On 
the other hand, in the electrolysis of sodium acetate, the 
anions are united, but carbonic acid is simultaneously split off: 

2 CH3C00=C2H6+2C02. 

The anions of the fatty acids show this behavior to a greater 
or less degree under certain current conditions. 

But if the organic compound does not conduct the current, 
other ions must be present for accomplishing the electrolysis. 
For this purpose usually an inorganic acid, base, or salt— 
corresponding organic compounds can of course also be used— 
is dissolved in the solution. Then, primarily, the passage .of 
the current does not at all affect the organic non-electrolyte. 
Only the ions are driven to the electrodes where they can dis¬ 
charge themselves. At the instant, however, when the dis¬ 
charge occurs, the r61e of the organic body begins. If it can¬ 
not react with the discharged ions it remains unchanged, 
and is not affected by the action of the electrolysis. This 
possibility will naturally not be considered in the present 
discussion. The fact to be observed is, that the carbon com¬ 
pound reacts with the discharged ions—^it then becomes a 
depolarizer. 

Many organic acids, bases, and salts can act as depolarizers 
when ions are discharged which react easily with them. For 
example, p-nitrobenzoic acid in alkaline solution is reduced 
smoothly to p-azobenzoic acid. The sodium ions which are 
discharged react so rapidly with the nitro-group that the 
nitrobenzoic acid does not behave as an electrolyte but essen¬ 
tially as a depolarizer, particularly since the ions of the sodium 

^ Schall, Ztschr. f. Elektrochemie 3, 83 (1896). 
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lution take eare of tho conductivity. Organic elec- 
also furnish the ions whichi act upon an organic 
Thus, if an acid is electrolyzed in absolute alcohol 
rrietitnc.s formed: 

RCOO +C2HSOH “UCOOCzHfi H-OII. 
the alcohol is at the same time a solvent and a 

ore divide the phenomena of electrolysis of carbon 
nto two clasH(\s: EithtT the organic bodies them- 
. electrolyt(!S—thf; dTcct of the ehictrolysis is the 
! l tlie eventual additional reaction of their ions at 
‘s (primary reaction.'!)—or they are <leijolarizers 
■actions). 

r class is Iry far the larger. It can again be sub- 
two groups, the cathodic and the anodic; depo- 
is very seldom that a body acts simultaneously 
3 and anodie elepolarizcir. More oftt*n a cathodic 
epolarizer, by nuicting wdth the catirais (or anions), 
faculty of now depolarizing anodically (or cathod- 
s, for f^xaraple, an {'asily mlueibk; body may be 
cathcxlic rccluction into one easily oxidized, i.c. 
the action of the anions. However, it is tnon; 
clearness to lulhere to the division into cathodic 
Ir^ljrilurizers and to determine the nature of the 
; ion.s. 

Depolarizers,—Hydrogen and metal ions pass to 
“if we talc(! no account of the small and uniinpor- 
of organic cations. Hydrogem and metals can 
ygen, i.e. (l(!0xi<iizf;; and the hydrogen can also 
'ectly to th<! cornfxrund. Such bodies tliat can 
or take up hydrogen, or do bfitli Rimultaneously, 
diMthk c«m|x>undR. ITiey themselves are hence 
m characteristic property it is to destroy positive 
rhe reaction at the cathode is calleel reduction, 
lie depolarte is reduced by the electrolysis. 
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hydroxide solution take care of the conductivity. Organic elec¬ 
trolytes can also furnish the ions which act upon an organic 
depolarizer. Thus, if an acid is electrolyzed in absolute alcohol 
an ester is sometimes formed: 

RCOO +C 2 H 5 OH ^RCOOCaHs +OH. 

In this case the alcohol is at the same time a solvent and a 
depolarizer. 

We therefore divide the phenomena of electrolysis of carbon 
compounds into two classes: Either the organic bodies them¬ 
selves act as electrolytes—the effect of the electrolysis is the 
discharge and the eventual additional reaction of their ions at 
the electrodes (primary reactions)—or they are depolarizers 
(secondary reactions). 

The latter class is by far the larger. It can again be sub¬ 
divided into two groups, the cathodic and the anodic depo¬ 
larizers. It is very seddom that a body acts simultaneously 
as a cathodic and anodic depolarizer. More often a cathodic 
(or anodic) de{)olarizer, by reacting with the cations (or anions), 
ac(iuires the faculty of now depolarizing anodically (or cathod- 
ically). Thus, for e.xami)lo, an easily reducible body may be 
changed by cathodic reduction into one easily oxidized, i.e. 
accessible to the action of the anions. However, it is more 
conducive to clearness to adhere to the division into cathodic 
and anodic depolarizers and to determine the nature of the 
possible reactions. 

Cathodic Depolarizers.—Hydrogen and metal ions pass to . 
the cathode—if we take no account of the small and unimpor¬ 
tant number of organic cations. Hydrogen and metals can 
withdraw oxygen, i.e. deoxidize; and the hydrogen can also 
be added directly to the compound. Such bodies that can 
yield oxygen or take up hydrogen, or do both simultaneously, 
are called reducible compounds. They themselves are hence 
oxidizers whose characteristic property it is to destroy positive 
discharges. The reaction at the cathode is called reduction. 
Every cathodic depolarizer is reduced by the electrolysis. 
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The reduction of nitrobenzene to nitrosobenzene furnishes 
an example of deoxidation:, 

C6H5NO2+ 2 H = CgHsNO+H2O. 

In the conversion of azobenzene to hydrozobenzene an addition 
of hydrogen takes place: 

CeHsN=NCeHs -h 2H=CeHsNH ~ NHCeHs. 


A withdrawal of oxygen and addition of hydrogen occurs simul¬ 
taneously in the reduction of nitrobenzene to phenylhydroxyl- 
amine: 


C6H5NO2+ 4 H=CeHsNHOH + H2O. 

Anodic Depolarizers.—The conditions are somewhat more 
complicated at the anode. All the anodic depolarizers are 
oxidizable, it is true, even reducing substances which destroy the 
negative charges*. But the reaction-picture is more varied at 
the anode than at the cathode—due to the individual variety 
of the anions. If the action consists merely in a withdrawal of 
hydrogen and an addition of oxygen, or both, it is called oxi¬ 
dation. 

Examples of such oxidations are the conversion of hydrazo- 
benzene into azobenzene: 


CeHsNH ~ NH - CeHs +0 = CeHsN - NCeHs + H2O, 


the conversion of benzene into hydroquinone by a direct addi¬ 
tion of oxygen: 


C6H6 + 2 0 = C6H4(0H)2, 

the production of nitrobenzoic acid from nitrotoluene by the 
addition of oxygen and withdrawal of hydrogen: 


NO2C6H4CH3 +3 0 = NO2C6H4COOH + H2O. 
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Discharged ions, like the halogens, are also often added directly' 
to an organic, unsaturated body. An addition ocenrs, com¬ 
parable with the addition of hydrogen at the cathode, ■ 

CH CHBrs 

III +4Er= I 

CH CHBr^ 

or, a substitution takes place, i.e. an anion—simple or compound 
—replaces ari element or group of elements of tlie depolarizer,— 
e.g. in the electrolysis of acetone in hydrochloric acid: 

CH3COCH3+2 Cl^CHsClCOCHs + HCl. 

Possibly the anion itself undergoes changes before it acts 
upon the depolarizer, so that tlie organic compound can no* 
longer be spoken of as a true depolarizer for the anion but 
only for its decomposition products. Thus, in the presence 
of a base, the anion CH3COO would behave in such a manner 
that, after it was split up into ethane and carbonic acid, onl^ 
the latter would react with the base. However, such a reaction 
can no longer be regarded as an electrochemical one. 

It seems particularly difficult to determine in a simple 
way the nature of an electrolytic reaction where there are 
so many possible ways for a reaction to take place. We shall 
see later on, however, that, by a proper consideration of the sub¬ 
ject, a definition is obtained. 

Another form of reaction occurs in the electrolysis of organic- 
compounds.. While it cannot be regarded as purely electrical,, 
no more so than the preceding one, it appears only in a utilizable- 
way among the peculiarities of the electrical method. The- 
product resulting primarily, or secondarily, can occur first im 
an unstable modification, and can then rapidly undergo further* 
changes. I shall here only refer to the intermediate formation 
of phenylhydroxylamine in the reduction of nitrobenzene in 
concentrated sulphuric acid, which, as is well known, im¬ 
mediately rearranges itself into amidophenol: • 


C6H5NH0H^C6H40HFH2. 
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C 5 att(;nuauii ' has shown tliat the unstal)lo modification can be 
isolated by adding henzuhU'hyde to the original electrolytic 
fluid. The ald(‘hyd(! redacts more ra])idly with the intermediate 
product pheiiylhydroxylamiiu^ Ilian the sulphuric acid can act 
to elTeet. a molecular rearrangemenf,. 

Infermediale phases of electrical o.Kidatioii and reduction 
can similarly h(> isolated by ailding to the electrolytes various 
substances wliich react, more rapidly with the phase than the 
oxidation or reduction (ri'gulalih' by tlu! current conditions) 
can tuk(( place. 'Ibis artifice, utilized by Lob-and Haber.,^ 
makes it pos.siljle to obtain t.heoretically important insights into 
the sucei'ssive and often v<Ty transitory conditions of compli¬ 
cated [irocesses. 

2. I’uol'KRTiKs OK KnKfn'Hoi.yTR: Fhooksshs. 

The (ieci.rolytic method pos-sesses a number of proper¬ 
ties which markedly distinguish it from all other chemical 
methods. In the first place the current produces the effect 
which the ciiemical method can accomplish only through the 
agency of certain materials, such as lead peroxide, chromic 
acid, <-tc.., in tlie case of oxidations, ami zinc, stannous chloride, 
iron, etc., in the pri'sence of acids or alkalies in reductions. 
This effect is solely pro<iuce<l by ion-discharges, forces which are 
ultimately derived from a sourta; of electrical (uiergy, i.e. water 
power or coal. 

A (•onsumption of energy r(^)lac,(!S a consumption of material. 
Th(! economic ratio of the-se, which is of great [jractical impor¬ 
tance, (k'pends upon the fac.tors controlling tlu; priceii of .material 
and energy. 

In such pro<;(‘f«<*H whi<'h reejuire!, twim in electrolysis, the 
[iresfuua? of c(?rtain substances endowed with characteristic- 
oxidizing and reducing properties as a ncfcessary component in 
tlie reaction, tlu* actuiil mati^rial consumption is nevertheless 
very im^insick’rable. The suh-Htances in (jiu'stion, for instance 

* Ilitr. cL c'liitm. (1896). 

* 7A.nchf. f. 4, 42B (ISIIS). 

a IbicL, mn CI89H). 
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the metallic salts, need only be present in the electrolyte in 
very trifling quantity, since, after accomplishing their purpose 
they are regenerated, by the, current and can be reused for 
accomphshing innumerable reactions. In this case, also, only 
the question of energy need be considered. 

Moreover, the electrochemical method allows the confining 
of the reaction to a certain space witliin the chemical system. 
The reaction occurs only in the immediate neighborhood of 
the electrode,—thus the reactions of the ions themselves take 
place on the electrode surface at the instant of their discharge,, 
those of the depolarizers in proportiorv to the quantity coming 
in contact with the electrode surface, either by diffusion or 
stirring. The extent of the space in which the reaction occurs 
therefore depends upon the extent of the electrode surface; 
it can be considered as an oxtrcm(;ly thin layer which is in 
intimate contact with the electrode, hr this layer the reaction 
processes occur in accordance with .the known laws of reaction 
kinetics, i.e. their velocity depends upon the concentration of 
the active molecules. These are, however, the ions just dis¬ 
charged, either alone, when they react with one another, or 
simultaneously with the molecules of the depolarizer. The 
concentration of the latter is independent of the electrical 
conditions, but the concentration of the ions is determined by 
the intensity of the current, according to Faraday’s law. 

3. Significance of the Velocity of IIeaction. 

The electrically feasible reaction conditions are ( 1 ) the 
extent of the reaction space and ( 2 ) the quantity of reactive 
ions in the latter, i.e. the concentration of the ions can be 
regulated in a purely electrical way and within the broadest 
limits. The highest dilutions can be realized just as well with 
weak currents and large electrode surfaces as the highest con¬ 
centrations with strong currents and small surfaces. That 
most important factor of reaction kinetics, the reaction velocity, 
is thus determinatively influenced by these concentrations. 
The importance of the reaction velocity is especially fundamen- 
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tal for the course of the reaction; for in the majority of cases 
it is a case of processes vying with one another, the reaction 
velocities of which determine the preponderance, and hence 
the result, of the one or the other process. 

The last remark, that competitive reactions occur almost 
always, needs a brief explanation. One reaction possibility 
is electrolytically always present—the liberation of the ions 
in a molecular state on the electrode. This liberation is a 
reaction which must not be confounded with the discharge 
which precedes it. The discharge takes place in accordance 
with Faraday^s law, and since the discharged ions—they are 
either atoms or unsaturated groups formed by dissociation— 
cannot exist, they react with a certain but unknown velocity. 
They thus combine to form molecules or complexes, and the 
stable end-products are liberated in conformity with Faraday^s 
law, the quantity separated being proportional to the discharge. 
But if a depolarizer is present, the discharged ions have the 
opportunity to react- with it instead of being set free. The 
depolarization reaction also takes place with a certain velocity. 
The two velocities, however, are decisive for the partitive 
ratio between an ionic liberation and a reaction with the depo¬ 
larizer. Herein lies the importance of reaction velocities in 
electrolytic processes. 

The question follows: How can we regulate ad libitum these 
velocities, i.e. usually make the reaction with the depolarizer 
the most predominating one? Apparently this Ls only possible 
within the bounds set by the chemical nature of the active 
molecules—by a shifting of concentrations in the reaction 
space, which can be regulated on the one hand by the variation 
in the quantity of the depolarizer, and on the other hand by 
the concentration of the discharged ions and the size of the 
reaction space, i.e. the electrode surface. The velocity of 
liberation is also increased by increasing the current strength, 
upon which the prevailing concentration of the discharged 
ions in the unit of time depends, likewise by decreasing the 
electrode surface, which has the same effect as the increase 
in concentration. It will therefore be the experimental problem 
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to choose the current strength, electrode dimension, and depo¬ 
larizer quantity in such a manner as to produce the desired 
effect. 

^ The ratio of the current strength to the electrode surface is 
called current density. This latter and the quantity of the 
depolarizer therefore are decisive factors in electrolysis. 

4. Reaction Velocity and Specific Effect of 
Reducing and Oxidizing Agents. 

These conditions can only give an insight into the quanti¬ 
tative course of an electrolysis. The qualitative course of the 
reaction is conditioned by the chemical forces of affinity specific 
of the single elements or compounds and characteristic of the 
reacting masses. 

In the majority of the electrolyses of organic bodies the 
circumstances are very much simplified by the fact that it 
is only a question of two different forms of reaction, viz. reduc¬ 
tion and oxidation. The limits within which a reduction can 
take place at all are already given in the case of a cathodic 
depolarizer by its nature, no matter which reducing agent 
is employed. For instance, only nitrosobenzene, phenylhy- 
droxylamine and aniline need be considered in the reduction 
of nitrobenzene, and the chemical nature of the reducing ions 
cannot enlarge these boundaries. Since the single reduction 
phases are quantitatively related to one another, the one follow¬ 
ing being always the direct reduction product of the preceding 
one, and since the obtainable phase depends solely upon the 
more or less strong reduction, the special efficacy of the various 
reducing agents presents itself as a quantitative order which 
can be repeated at will. The individual properties of the 
reducing agencies become mutually comparable in a quantitative 
way. For instance, if nitrobenzene is reduced to aniline with 
copper and sodium hydrate, but, using zinc and sodium hydrate 
solution, only to azobenzene, the specific action of the copper 
and zinc is shown qualitatively, but the quantitative connection 
exists also at the same time that copper is a stronger reducing 
agent than zinc, i.e. a qualitatively equal agent. 
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The effects producible by choosing a suitable reducing 
agent can also be obtained electrically. The important prob¬ 
lem arising in electrolysis is to convert the qualitative phenom¬ 
ena into quantitative ones, and to find a uniform measure for 
the changing effects. Naturally, the above applies in like 
manner to an oxidizing agent. 

As we have already seen, the current density is the regu¬ 
lator of the electrically obtainable concentration conditions 
for the discharged ions, and thereby becomes codeterminative 
of the velocity of reaction. The obtainable phase of an oxi¬ 
dation or reduction is intimately related to the velocity of 
reaction, for as soon as the reaction velocity of the liberation 
of reducing or oxidizing ions greatly exceeds the reduction 
or oxidation velocity with the depolarizer, the reduction or 
oxidation stops. Thus the obtainable phase, i.e. the quality 
of the reaction, occurs also as a function of the reaction 
velocity, 

5. Electrode Potential and Reaction Mechanism. 

The question touched upon above can be more fully defined 
as follows: Do we know of a factor which includes both the 
concentration conditions at the electrodes—the functions of the 
current density and depolarizer concentration—and also takes 
into consideration the individual character of the active masses,^ 
i.e. the ions of the depolarizer? The answer is affirmative. 
All these influences are contained in the electrode potential. 

This claim becomes intelligible if we consider more care¬ 
fully the nature of the electrode material. It is necessary to 
choose a certain theory among the various ones which have 
been proposed—with more or less justification—on the electrical 
mechanism of reaction. I select that one which seems to me 
to have the best foundation. The fundamental idea of this 
theory has been derived from Tafel.^ Its general usefulness 

^ The nature and the efficacy of the electrode metal are included in the 
term of ''active massesthe ions. This will be shown below. 

2 Ztschr. f. phys. Chemie 34, 199 (1900). 
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I ^ have explained in conjunction with R. W. Moore. The 
wholes i(i(ia will ho. here predicated and dcweloped. 

Without laying too rnucli »streas upon tlio most modern 
vmWj that of r(‘g{irdiiig ehictricity atomi(‘.a,lly ])v means of the 
id(‘a of (‘hadrons, all known plumomena justify us in dealing 
with positives and ru'gativc^ (‘l(‘(d,ri(*,al (juantities as with chemic¬ 
ally active* masses, and applying to thciin the principles of reac¬ 
tion kin(*ti(\s. 

dlic* ions ar(^ accordingly cluunical c(ani)ounds, so to speak, 
of atoms and (‘hadrons. 

Thc‘ proc(‘ss in an (‘hydrolysis is tlu^ following: The ions 
migrates to thci (*l(‘(d,rod(%s, th(^ cyit.ioris to th(i cathode and the 
anions to t.h(‘ anodey This tn.k(ns jdacie as soon as they come 
within su(di proximity of th(‘, {d(ydrod(*s that a rumtralination 
of th(* (*Ie(drieity can o(*cur. Wo an^ justifhyl in assuming that 
this ph(*nom(‘non ta]cc*s |)la(y^ on the bord(*r line IxdAvcym the 
m(*tal and the* solution in suedi a maurKU'that the^ ions toucdi the 
e*h*(drode% strike* against it, l)ut without tx^ing on the*, (diictrode; 
th(* dis(*harg(* of tla* ions will ocour in an (oxtremely thin laycT 
iinnaaliately abovci the; Hurfaex^ of the: (‘hydroden In the case*, 
of e‘h‘ni(‘!itary ions, this discharging i)roce*ss yiedds fre^e (dc*- 
me*ntary atoms of grcuit affinity; (‘.ornidevx ions give very rea(it>- 
iv(* groups which are unsaturatcyl and ()0 hh(\ss val- 

e*nc(*H, and ly*nce! an* v(vry jjrone to reumt furtlur. 

lli(* supposition of su(di a dis(diarg(^ which pnjcedes. the 
dcjiosition is not arbitrary, hut rayyissary. The Hui)i)()sitiori 
that tin* elLscdiargci do(‘H not takc^ places ori the (*l(y*dro(bH but at 
the latte*r, scyfiris at first Hom(*what arhitriiry. Howenyr, the 
fMdiiivior of at.ta(‘.kal)l(^ cathodc^H prov(^s concluHivcdy that 
till! discharge cannot ocynir on tlu*. (d(*ctrode. We also arrive 
at formiilie whicdi conform to tlu*. obscirvations, if we suppoBO 
that tho discdiargiyl but not yet liberatcyl ions obey the laws 
of rsiriotic i>rc!ssurc^, i.en tlui laws governing gasc^s. This fact 
mms eiciir, and agre(*s with our knowledge*, of the matter, 
if the c'lischarged ions are in a liquicl layer, no mattc^r how thin 

^ Ztiiehr. L phys. Chcanio 47, 418 (1904). 
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this may be. It is very difficult to understand, if the ions 
discharge themselves upon the metal surface. We would 
then be compelled to assume that the solution of any atoms 
in solid metals obeyed the laws of gases, an assumption which 
is very improbable and leads, especially in anodic phenomena, 
to impossible consequences. 

The gist of this view is the strict division of the electrode 
process into the ionic discharge, by which the ions are trans¬ 
ferred into the atomistic or unsaturated (very reactable) state, 
and into the molecular separation of the discharged ions. This 
second process takes place with a certain velocity the true 
value of which is unknown to us. It is in general so rapid that 
discharge and separation appear to us to occur simultaneously. 
The discharge takes place according to Faraday’s law; likewise 
the separation, after a stationary equilibrium prevails between 
the discharged ions, the atoms or unsaturated groups, and 
the separation products. 

We can write the first process as a cathodic reaction: 

2K=2K+2e, 

the second as 

2K^K2, 

whereby the second equation may be perhaps reversible, as 
above mentioned. Accordingly, apparent divergences from 
Faraday’s laws may occur at the beginning of the electrolysis. 

If we also assume the first equation as reversible, the partici¬ 
pation of the electrolytic osmotic pressure would foUow from 
simple reaction-kinetic considerations. 

The second equation is of more interest here. It takes 
place evidently with a finite velocity so that other velocities 
can compete with it. This last is afforded by the reaction of 
the discharged ions with the depolarizer. When tliis velocity 
is far the most important one a separation of ions cannot be 
observed; as is the case with many oxidations and reductions. 

Chemical work, with which a certain amount of heat and 
external work (increase in volume, overcoming pressure) is 


TIIEOUETICS. 


17 


often ai^soeiateci is done at the .i. ^'k 

ill eleetrolvsis is supplitHl from the eli^etrir j-iifTiiT i . :f 
the proiliict of putcaiiial and the qiniiiiit v . -it rerM'v. 
The quantity of eleetrieity neetssarv fur tl;e^ ^ 

gram-equivalent of ions is always tlie sanao -i. r :. . : - 
drawn from Faradays laws. Tlierefore tlie tr^tal -r'k -.■ ! * 
plished by a graiii-oqiiivtilenl of imis, ia\ rhe >\uii -f , ■ 
work, external \vork and possibly libwateii ht-at, !ou>t e 
portioiial to the electrode potential. If thf^ 
consists oiih’ of a chemical reaction, in a ciiaiige rf : r e r ? .ij 

energy of the reacting system, the jKUential must a- a- ^ 
be determinative for the value of tiie work nf Pm- ^ or 
It is,, of course, an entirely liifferent r|iie^stit-»M n 
chemical products are formed. The clienihailly 
character of the reacting bodies comes intr> pia\ : tk* 
known fact that the eiul-prodiiet of a rtmclir)n— 
of the value of the energy changi^ taking plaef*—is r r:r!r,r\'ijjv 
ahvays more or less related to the niatorials starttMi r-ir rm-. 
The sequence of these considerations is that yntr-nrials 

can produce only like dynamic effects. 

If the potential is expressed by the Nernst loniiuim 


in which Ci is the coiicentratioii of the discharged ii>iis wliiefi, 
obeying the laws of gases, seek to re-enter the eleetnayte with 
a certain pressure—the electrolytic osmotic |>ressiire —umi t2 
is the concentration of the ions in the electrolyte, it is \tTy 
evident that the potential must contain, apart from the iiwiie 
coiicentiation of the electrolyte, all influences wliieli deteriiiiiie 
the concentration of the discharged ions (fq). These inriiieiiets 
are, primarily, the current density wdiose size regiiklt's flit* 
number of the ions discharged in a unit of time at a given 
electrode surface, hence regulating its coiiceiitratio!i: sH'oiid- 
arily, the reactions of the ions with one another aiifl with the 
depolarizer. For variations in the concentration, of tlie viilue 
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Cl occur through both processes and, since the velocity of the 
reaction of the discharged ions with the depolarizer also de¬ 
pends upon its chemical nature and concentration, these two 
last-mentioned factors are also embraced by the potential. 

A more thorough knowledge of these relations is gained by a 
consideration of the typical electrode processes. 

6. Electrode Processes! 

A. Cathodic Processes. 

a. Unattackable and Attackable Cathodes. 

In organic chemistry only those cathode processes are of 
importance which occur with the reduction of an organic 
depolarizer. This reduction is done by the ions discharged at 
the cathode. The chemical nature of these -ions can be very 
variable and, conjointly therewith, the reduction can occur in 
a variable manner. 

In acid solution—assuming the depolarizer to be a non¬ 
electrolyte—hydrogen ions will occur, and in alkaline solutions 
alkali ions, and by making suitable additions any desired kind 
of ions can be brought into action at the cathode; thus any 
metal ions may be set free. The metal ions are either added 
directly to the electrolyte in the form of a metallic salt or 
hydroxide, or they are derived from the cathode metal itself, 
in case the cathode is ‘ ‘ attackable ”, and pass from this into 
the electrolyte. 

The various reduction processes can be brought about simply 
if the cathode metal is primarily considered and a distinc¬ 
tion is made between attackable and unattackable cathodes. 
The former are such as give no active ions in the presence of 
the respective electrolyte and depolarizer, so that only the 
cations of the electrolyte can be shown to be discharged by the 
current. Attackable cathodes are those which send traceable 
quantities of ions into the electrolyte during the passage of the 
current, or in its absence. Naturally, only those attackable 
cathodes which can yield reducing ions are of interest here. 

Since some investigators seem to believe that every redhc- 
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tion must be referred to the action of hydrogen, let it be canphat- 
ically pointed out here that, besides many chemical phenomena, 
th(( fact that it is immaterial whether the reduction is made 
at an attackable cathode or by the addition of the ions of this 
cathode metal to the electrolyte at an unattackable electrode 
prov(iH the reducing capacity of the metal. In both cases 
similar results are obtained. But if ions of attackable metals 
arc; adiknl, this metal is not deposited on an unattackable 
ekictrodci so long as sufficient (luantities of the depolarizer are 
})rfiS(.‘nt and the velocity of depolarization sufficiently outweighs 
th(i vcilocity of discharge;. Although the cathode metal, say 
platinum, always remains tlie same, an effect occurs neverthe- 
l(;ss, similar to that which would be obtained at a cathode 
comjjosed of the; attackable metal in the electrolyte. The 
conclusion follows necessarily that these metal ions in the 
elecitrolyte, and not tlie hydrogen atoms, (l(>.terrnine the reducing 
action by tlieir separation on or in the electrode. 

We can hence; consider conjointly the case of attackable 
cl(;ctro(les with that of the presence of metal ions in the 
electrolyte at unattackable electrodes, and contrast this with the 
reduction by hydrogen at unattackable electrodes. 

For the latter we will suppose that the hydrogen atoms 
diseliarge themselves in the cathode boundary surface, and 
that tlu'se discharg(;d ions’ have two reaction possibilities at their 
dispo.sal. They are either separated raolecularly on the cathode, 
or they reduce the; depolarizer. The reduction velocities of both 
procasses are determinative for the ratio of division. If the 
reduction takes place far more quickly than the formation 
of hydrogen molecules, practically no hydrogen will be evolved. 
The velocity of hydrogen formation is hence of importance in 
the utilization of the current action for reduction. It depends 
to a great degree upon the chemical nature and surface condi¬ 
tion of the cathode, and is very likely related to the catalytic 
nature of the metal. These phenomena will be considered 
conjointly under the discussion on “excess potential.” 

Ions are sent off from attackable cathodes immediately into 
the electrolyte, so that the relations in the latter are qualita- 
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tivclv tliG' si.11110 ■QjS wlicii mctSyl ions arc S;cld. 6 cl diroctly to tlio 
eieetkdyte. The raetal employed as cathode is hence immaterial 
for the effect so a,® it has not actually reacted with the elec¬ 
trolyte, and can often be replaced by an unattackable cathode. 
Under these conditions the metal ions play the role of 
liyiirogen atoins^ ns above explained. They discharge tlieni- 
selves in the cat-laode boundary surface and, depending upon 
tlieir rcaictioii velocities, affect the reduction of the depolarizer 
and the metallic deposition. With a great reduction velocity, 
tlierefore, no metn.1 whatever is deposited on the cathode so long 
as sufficient quantities of the depolarizer are present.^ 

An iin[)ortaat result of these considerations, and one which 
coiifiniis the observations, is the knowledge obtained that all ions, 
which reduce when, discharged, are again converted hy this reduction 
perjormance info tlze ionic state and are- not at all separated. 

b. Excess Potential and the Reduction Action. 

Although the evolution of hydrogen by galvanic action at 
platinized platinum electrodes is a well-nigh reversible phenom¬ 
enon, it proves irreversible at all other cathodes. 

To convert, in a given electrolyte, a gram-equivalent of 
hydrogen from tire ionic into the molecular state at atmospheric 
pressure, the same amount of work, which is, of course, depen¬ 
dent upon the beginning and end condition, is always required. 
But the electrica.1 work is different at different electrodes and, 
since the same quantity of electricity is combined with a gram- 
equivalent of hy^drogen, the potential of hydrogen evolution is 
different with tlie individual metals. Naturally, with the 
equality of the iiritial and final state the surplus of the electrical 
work performed must be compensated by an equivalent gain 
in work. Calorific phenomena probably accompany the in¬ 
crease in requirod work necessary for the hydrogen evolution; 
the results of e:xq>erimental work on this subject, however, are 
not yet at our disposal. Excess potential is the excess of the 
discharge potenUia,! of hydrogen over the potential value of a 

^ D. R. P, 11700 T (1900) of C. F. Boehringer u. Sohne; Lob and Moore, 
Ztschr. f. phys. Chemie 47, 418 (1904). 
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ydrogen electrode in the corresponding electrolyte. The 
uantity of heat produced by the excess potential can be very 
Dnsiderable. If we designate the absolute potential of the 
^versible hydrogen evolution by a, and the value of the excess 
otential by then the electrical work in the separation of a 
ram-equivalent of gaseous hydrogen in the first case is 

A =96540a; 

nd in the second 

Ai =96540(a-he). 

ince the total work in both cases must be equal, there results, 
, as assumed, a production of a quantity of heat q occurs, the 
^nation 

96540a=96540(a4-e) -g, 

r 

g=96540e. 

or mercury e is=0.78 volt, from which 5=18026 cal. results. 

[96540 couL X1 volt = 23110 caL] 

According to Caspar!,^ these excess potentials have the 
dlowing values with individual metals: 


At platinized platinum. 0.005 volt. 

^ ^ bright platinum. 0.09 ' ^ 

nickel. 0.21 

copper. 0.23 

^^tin. 0.53 

lead. 0.64 

zinc. 0.70 

mercury. 0.78 


ernst, who introduced the conception of excess potential into 
te science of electrochemistry, accepts as the cause of these 
lenomena the varying solubility of hydrogen in the metals. 


^Ztschr. f. phys. Chem. 30, 89 (1899). 
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Since the energy <>' nclucti..,, .I.l.-n.ls .-hiHly ll,„ |,,ight 

oJ the cathode potenlml, t »• fl.e ,nl,e 

Stronger the he. w. iih liytircgcn i.s the reduc- 

^^A^great nuixit)«‘'' <'f ‘ ">' 1 ‘ e.inccpfinn. The 

assumptions ref-nnling tiie el.-etrieal n'ductim, ni(>chanism, 
according to wliich the din-harge ..f hy.lrngen mns inust be 
distinctly distixiJJtuMied I'rnui iheir in<.leeiil;ir separalion, loud 
to the same cox»c-lusinn.«. 'Ihe re;ifti<.n velocity ef molecular 
formation from thi‘ dicciiarge.l hydrogen ions i.s lowered at 
metals with ex<'<w potential, so that the division Itetween 
molecular formation and re<ineiion of the p<il:irizcr turns in 
favor of the la-t fer. 'Hds ret.ard.ation of hyiirogen evolution 
is shown in the liigh<-f potential, in the escess volttige. With 
a high excess volhige in the diseharging spitn- stronger con¬ 
centrations of c lisclitirgcd reactive liydrogen ioiw can accu¬ 
mulate, so that, t li<‘ reduction of hods-.'' rciliiciltht with difli- 
culty, which doc-s not ftceiir ;it platinized phitiniiin electrodes, 
succeeds at zinc, or mercury c:ithod.*s. 

Since in the fundiuneiiljil vievv.s a .■^•p.'iralion of hydrogen 
in or upon the eatliode diH-s not enter into the question, the 
close connection of this .^epariifion witli the soluhility of hydro- 
ogen in the cannot lie eonei-ived. In this cast! it is 

more plausible^ f<> fliink of tin' reiielion Is-ing catalytictilly 
influenced by tlie metal. Aceortlittgiy, the iilatinizr-d [jlatinurn 
would be the mcstnl which wanld most strongly iicc(‘lmite the 
reaction 

2// //,,=* 

The higher the C'Xcchh fsctcjitiiil tlie smsiller tlic catalytic accel¬ 
eration of the rc‘iwtion, and hence the stronger iltc concurrent 
reduction. 


^ S. Tafel, Ztsclir* f. phy«, t 'briti. SI* 217 Zfmthr, f, Kkkircj- 

chemie 7, 320, 333 P^twlir f. Eli.4t.rfKfli«iik t, M2 

(1903). 

^ E. Muller giv€i^« fi, simOur fiiit immtmi ilm eatalytle 

action, which, is h.o.r€t parfirtilurH^ ZiM'lir. f, aiif»rg. Oiiifii, 20^ 

1 (1901). 



THEORETICS 


23 


The idea of excess potential is useful in applying the process 
of separating a certain kind of ions at unattackable cathodes. 
For reduction it has up to the present only been proved for 
hydrogen; it is nevertheless possible that the separation poten¬ 
tial of every ion changes with the nature of the electrode, 
since the opportunity for the reaction of discharged ions being 
catalytically influenced to form stable molecules is always 
present. E. Muller and Coehn ^ have shown that the excess 
potential phenomenon also occurs in anodic processes. 

The generally disseminated idea, however, that the excess 
potential of hydrogen also plays a part in the case of attackable 
■cathodes is untenable. With metals which furnish reducing 
ions—and each cation is capable of reducing—^hydrogen does 
not take part, or at least plays only a secondary role. The 
specific reducing actions of copper, zinc, tin, and lead cathodes 
are not to be explained by the excess potential of hydrogen. 
Since attackability is also a function of the electrolyte, the 
rule of excess voltage may be applicable in one case and not 
in another. For example, Tafel^ could explain the strong 
reducing action of a lead cathode in sulphuric-acid solution 
by the high excess potential of the lead, while the same metal 
is attackable in alkaline electrolytes and yields reducing ions, 
whereby the hydrogen action seems excluded.^ 

c. Concerning Substances Reducible with Difficulty. 

Besides the discussion on the strong depolarizers thus far 
■considered, it will be well to make a few special remarks on 
substances reducible with difiiculty. The insight into the theo¬ 
retical relations here existing has not yet been cleared up, and 
is much more difficult than in the ease of the subsrtances which 
consume practically all the cations which are discharged. 
However, it is not at all necessary to add special views to 
those already generally developed. They suffice for the present 

^ Jahrb. f. Elektrpchemie YIII, 292; Ztschr. f. anorg. Chem. 26,1 (1901) 

2 Ztschr. f. Elektrochemie 9, 642 (1903). 

®Zt8chr. f, phys. Chemie 34,199 (1900). 

“*01 Ldb and Moore, Ztscbr. f. phys. Chem. 46, 427 (1904). 
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, ■ • +Ti<'r iilu'iKJiiH’ii!! Itfciiiriiig li(Ti', aiiil \V(‘ may pos- 
in explaining uiiif'trm hit»Tj.rf*lafi<i!i. The (k'ciding 


sibly alonS 


to f vckicitifs itij th.' niiHve nf every clieiui- 

importance ® ,.!, ar explaiialinti af the relalion 

cal <.„u]H.ratiiig in the enur>e uf fhe reaetian to 

of the inflaen«t.-'e...r, . >a..-ilv „f It „tll, 

that un ^^ i.iiii.'-iiler ihe.'-e iiillueix-es from this par- 
there ore, . what relation do the electrical iactors 

ticuar sice a ^ manner do they 

° c>, I'xitfi- It iippeat}! that the reducing action of 
difficultly rcdxa<'il.l<- .tth^tancee at unattacKahle ea hod,takes 
place differently, "‘•'‘’■y-l -f <t»‘ latter. 

This diversity 1’'' itt.equul reluct ton veloci¬ 
ties The liber deianid the eojicetitr.ation of the react¬ 

ing' substances Whi,-h M. far a.« the hms alone to !«• taken 
into consideration are eourerm-d tx regulated hy the current 
strength the clietuieal rechtam-e ,,f the .Hyxt,-m, i.e. the 
nature of the tue.liiuu. and hy enfalylic itdiueiic(‘H which, 
with the choice of suitsd.!.- cmlilioitH. are to U- ascrilHal to the 
etetrodo metal. The ,oea..ural4e electrical factor, the poten¬ 
tial comprises it I'urt of there iiiJlueiiccs, tutil it k of const*- 
quence to thus know the single moments determining the 
potential in stieli u itiiumer that the ronnectioti with flic reac¬ 
tion velocity rcuitjutts dear. 

Substances reduciWe with diflicully nre such iwsscHsing 
trifling polariztirsg value, and wijiwi* ndditiou In the electrolyte 
unessentially lowers* the c.afhnde jaitetiiitd whieh vvtw deter- 
mined for the i>iire eleet rnlyte. The r«-lalinns existing here have 
been fully invc^stigiited hy Tnfe! atid his jnt|Hls. 

In the castj> €if siilislsuices *,f this rtiilure, reduced in acid 
solution at pirstrticsdly tirtiiltaekahle ciith<*dc.“, tlm cxinsump- 
tion of hydroKfu l»y the i|e|Hilari)t«T is never cqiitd to the 
quantity of hyclrngen lilsTitWal hy the current, so that ajlivisiou 

‘ With, catfeinc? »ihI wircirtintwle, in *iilplmric-tirirl wliilinn, nn iiicrwa* iu 

potential occurs epflaifi CXiiHfiiiiiifi’. 

the Influence of C*titlw»rlr tlw* Elivfr*»i|‘friit Sub¬ 
stances Reducible muth .) WiiMlrtirff* IWI4. 
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always tate pl«« i>it" .. ^ ^ ^ 

anil hydrogen ovolycil ^"1 ' ' ... , . 

preceding explanations, it is clearly e\i* i i ' ^ 
potential must play a decisive part m all th'-' ' * ' ' ' 

forms an expression for the uli<>vc-m.'iitioii<'< m " '■ 
in proportion to the nwtiou velumta-s H i-. 

velocity of formatioa of molecular hylmp-a a - po 
influenced catalytically by the eleefmde laaten.-d ih.- ^ 
the excess potential of th<‘ ele<-tro<l<- in pure acid a.M.-e 
depolarizer will be decisive for the reduetmu eneryv . p.-e,, 
that the catalytic property is tiol tiiodihcd l»y th'- 
The latter, under similar experimental eonditinns, nitd pi-.M ;- 
no catalytic acceleration of the reduetion iisell ..r. ui ’ 

always with a similar velocity with the Itydroy.-m Ibu. .. 
change in the division ratio between l.ydrogen evebpi.-n and o 
auction is only determined by a eliange in velneif y ol tie- s-.na. r 
Naumann’si experiments agre(‘ with this. He sbovu-d ib-.i ti<«- 
velocity with which calT<*'ine is reduced at lead .l.-jx-nd-; 

upon the cathode potential in pure acid. Tlte redu.’H'.n ... rm-i 
the more energetically the liigher the exci*ss juileitlisd i*: in puo* 
acid. This rule docs not apply wlien the euthod*- im-tal !<.;»«« fi 
ally influences the actual velocity of redueiion. llie 
between hydrogen and the depolarizer. Thu-s eaff.uie- i * r« d>i««-f 
more quickly at mercury than Jit lead electr>»di>s. sdili.»uyii 
both metals possess the same cjithode potetdial. »<f tlv 
excess potential in pure Jieid. 'Fite veloeity of tb<* uh»r 
evolution of hydrogen can Jilso l«* relsirded l»y tfie }if«<s.'i»«-c *4 
the caffeine molecules, jis the caffeine tnoleeule.*4, to »i<«* u rtud** 
illustration, increase the eliemieai n'Mlsfance in iIuh react i<»n :il 
the electrode surface. In this eufiti the esce,«.H jtoieiilial iticf civ* =f, 
and with it the cathode {jotentiul. At the i«HHtc tint.- tic- 
depolarizing action of the caffeine seeks to hmiT !!»e «iit|i(,.d.‘ 
potential. If the first action—with small qtiantitic#. of caffetn.* 
—is the stronger, an increase in potential is at firsl fd«*«'r%cd in 
spite of the addition of caffeine. Uy iuliHnj^ larger ijojintiiica 


‘ Se6 not# on png# 21* 
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of caffeine, tlK> ii‘>»eiiti:i! is liiially causcii In dn.p il,y Mioriger 
depolarizing cfr<‘cl.-n 'Fins i.hcjjniacn.tn .h-ciuv at Iciul hut not 
at mercury emt 1 n**^*‘''' (■Ntitniiannt. In tlic iaiiiT cnsi* only the 
' depolarizing act ion of caffmii.- is slunvu; this is p.-rhaps depeii- 
ent upon the <IilV<‘n‘iil surface c.niditiuns nf lea<l and mercury. 

The cathodo i.ntential is di-feriniiied en the one hand liy 
the electrolytic osmutic pressure n[ the ealhnde, i.e., i,y (lie 
quantity of hyt Irogtm whieii is evolved eleinrolyiically at unat- 
tackable catbodi*.'* in die unit of lime. With itii< hydnitifii, the 
ions discharft;c< I in tiie hinmd.ary layer, whieli unite to form 
molecular hy'<lI’ogeii. are in eijiiilihrium, Tiiis electrolytic 
* osmotic prossiu’c i*^, iherefore. iudepimtlen! of the quantity of 
hydrogen ustni by tin- depolarizer, .Moreover, the potential is 
determinetl by die l■oneellIration of the hydrogen ions in the 
.electrolyte, whicli ct.tieeuiraiion mm i.e taken as con.stant 
■when strong ticids :«r<' used. 

The coue.Iti.'^i'uis (Iikimvi;f toiiuii hy Xauintinii} (o !«• drawn 
from these ci jursidi-raliMtis ’ .are the following: At mercury 
cathodes, vvdj<»s^i' exces.s poieniial is not iiiltuencol hy the 
caffeine, tin; c*{ifh*ide potenlial inii.s| so adjust itself at every 
moment during flie reduction as if only the ch-cirolytic evolu¬ 
tion of hy(lr<>f;«*Ji occurred and the ctirrent eoasuineti in the 
reduction of tlic e.'ilfeme did not inlhtenee it.s height. At lead 
■electrodes, howr'Ver, the eatlioiie potenliids .are nhvuy.s some¬ 
what higher (ittring tin* reducfiofi than in the same electro¬ 
lytic hydrogen i»volu!ion in the pure acid, since the increase it; 
■excess potent isil rjittseil hy the nieffcine is added to it. 

It is evi<l<*iif • “from a consider.afioii of these variousiy po* 
sible influenc«»iK, attcli tis the iluinge in tin* evee-.s |iofentiit 
caused by th<’« «l»*}»nljirizer, Um catalytic action of the meta 
upon the velocit y luilli i>f the innlecular fortnation of hyilnijtter 
and the reaetiem Ix'tttwn hydrogen and the depoJarizi'r tim: 
the value of tiic cfilhfKlc {giteiitiai b cotidiliotied !<y a w*rien o 


* Naumann, in tii* mv«« lUiMfinr il>*4nrii<«it v.Wrti, It ik-mit 

contains the hy{>« iit lu<»i>t fliat tin* li>-«lr*«cti nie! itip* nxlui iiiiti rrac 

tions are of the onlisr 
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moments which can be independent of one anotlier. l ieu ice 
the reduction effect can vary even with equal {lotentials at. 
different electrodes, which is true, for example, witli cailcinc^ 
at lead and mercury cathodes.^ 

B. Anodic Processes. 

A theoretical insight into this part of the electrolysis 
organic compounds is much less clear than in the cas(i of cathodic, 
processes. 

The pure action of oxygen is in every way compara()l(i with 
that of hydrogen. Only a greater variety is here possibks 
because ozone as well as oxygen can be formed. At platinum 
electrodes, for instance, the formation of oxygen occurs at l.OK 
volts as measured with a hydrogen electrode at zeu’o valu(% 
and that of ozone at 1.67 volts. Moreover, the great siisc(‘pti“ 
bility of the carbon compounds towards oxygon, as ain^ady 
alluded to, which may easily lead to their complete destnudioip 
and the great number of oxidation phases to whicli each mol(‘c.ule 
may in a greater or less degree be subject, render diflicnilt mi 
insight into the electrical oxygen actions. 

It has already been mentioned that the excess iiotcuitial 
phenomenon occurs also with the oxidation phenomena. Tims 
it is possible to conyert p-nitrotoluene into p-nitrolKuizoic aidd 
at Tead-peroxide anodes, while at platinum anodens only tiie 
alcohol is formed. It still seems inexplicable how this pcnmliar 
action of the anode material takes place. The Hirn|)lcHt yvl 
sufficient .explanation is to assume that the anode is cat)ahlc» of 
influencing catalytically the oxidation process as wcdl m thc^ 
formation of molecular oxygen. If the first process is acct^lcT- 
ated and the second retarded, we obtain the excess iiotential 
by which the evolution of oxygen occurs only at a higlifu* 
potential. Inversely, the oxygen and ozone formation C4m be? 
made reversible, and the oxidizing action decreased. 

A further complicating moment in electrolytic oxidations, 
as opposed to reductions, is the variety of possible ionic actions. 

^Tafel and Schmitz, Ztschr. 1 Elektrachemie 8, 281 (1902). 
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inornoiits which can be iii(loi)en(lent of one anothor. Hence 
th(^ reduction (d'leet can vary even with equal i)otentials at 
dif‘fcu'C‘nt electrode's, which is true, for example, with caffeine 
at Ic'ud and mercury cathodesd 

B. Anodic Processes. 

A th(‘oreti(*al insi^j::ht into this {)art of the (dectrolysis of 
organic compounds is mucJi less ch'ar than in the case of cathodic 
pro(*(‘ss(‘s. 

Th(' pur<' action of oxyg(»n is in every way comparable with 
tliat of liydrogcnn Only a greater varudy is here i) 0 ssibl(‘, 
l)<*caus(' ozoiH' as well as oxygen cati l)e formc'd. At platinum 
(‘l(‘ctrodcs, for instance', thc^ fornuitiori of oxygem occurs at 1.08 
volts as nu'asured witli a hydrogen electrode* at z(‘ro value, 
and tliat of ozom* at 1.07 volts. Mf)r(‘over, tlui great susecd)!!- 
Inlity of the cart)on compounds towards oxygcai, as already 
ulluil(*d to, which may (‘usily k‘ad to tluhr complete destruction^ 
anef th(* grrait niunlKa* of (uxidatiou phases to which each molecule 
may in a gn‘at(*r or less d(*gre(^ be sul)j(*ct, render difricult an 
insight iidx) the* cdc'ctrical oxygen actions. 

It has alrc'udy l>e(;n m(‘ntion(*d that the o.xcom potential 
phenomenon occurs also with the oxidation ])h(momena. Thus 
it is posHi!)le to cony<*rt p-nitrotoluem* into [i-nitrobenzioic acid 
at l(*ad-p<*roxide anocles, while* at platinum anodc^s only the 
alcohol is formed. It still s(‘(ans in(*xpHcabl(* hovv' this ])eculiar 
action of tin* anod<* material takc'S [jUiccu Tlu^ simplest yet 
sufficient c*xphuiatani is to assium* that, tin* anode*, is capable of 
influencing ca t alyl icidly the oxidation process as well as the^ 
formation of molecular oxygeni. If the; first process is acc(*l(*r“ 
alcfl and tin* second r(*tard(*d, we obtain tlu^ (vxcesB potential 
by whic'h tin* evolution of oxygcui occurs only at a liigher 
IJofc'iitiaL Inversely, the oxygen and oxone formation can be 
made! rf*ver.siblc*, and the oxidizing action dc^creasecL 

A fiirilter eomplicating moment in elc'ctrolytic oxidatioriB, 
asopposcii to reductions, is the variety of poHHil)le ionic actions. 

* luifl Srliinitr., 7Am\%t. f. Eloktrochcmic S, 2Sl (1902). 
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While the process at the cathode always ends finally in with- 
drawal of oxygen or in taking up of hydrogen, the number of 
possible reactions at the anode—aside from solution-phenomena, 
which are without interest here—is a much greater one. For, 
each ion which is capable of substituting can pass into the 
reactive state at the anode and produce reactions which 
^cannot be numbered with the real oxidations. In the first 
place numerous substitutions can occur in difficultly oxidizable 
bodies, especially aromatic compounds, for instance the chlori¬ 
nation of phenols and phthaleins, nitration of acids, diazotizing 
of amines, etc. Substitution and oxidation ])rocesses often 
occur simultaneously, as in the electrolytic formation of iodo¬ 
form from alcohol. 

A great many more individual varieties of reactions must 
be taken into consideration in anodic processes. However, 
the same fundamental law holds good for each of the sc^parate 
possible processes as with the reductions, in that th(‘ energy 
of the action of the anion is determined by the anode potentiaL 

Thus 0. Dony Flenault,^ carefully observing limited anode 
potentials in the electrical oxidation of the alcohol, could 
obtain acetaldehyde or acetic acid at will. 

The reason for the prominence of reduction processes as 
apposed to the less prominent electrical oxidations has already 
been given. Besides the complexity of tlio phenoniena, it 
must be taken into consideration that the oxygen evolved at 
platinum anodes has a low potential. Tlie action of an oxi¬ 
dizer depends upon the oxidation potential with which the 
oxygen attacks the depolarizer. Even though the oxidation 
potential can, within certain limits, be varied by the anode 
potential, for instance by the material of the anode, it never¬ 
theless does not attain the value of the strong cliemical oxi¬ 
dizers, as for example chromic acid or permanganic acid. 
Tins follows from the small activity of electrolytic oxygen in 
regard to separate bodies. 

Since it is not possible always to obtain the entirely indi- 

^ Ztschr. f. Elektrochemie 6, 533 (1900). 
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A'iikuil action of these two bodiog on organic >C(^pQynxte“^^w^^ 
t hc' aid of (‘l(‘(‘,t rolytically evolved oxygon, it Beamed ailvisabii^ 
to us(^ th<‘ clu^niical oxidizers, which have already boon men- 
rion(‘d, in thc^ elcxdrolytic cell. This was done by employing 
th(‘ (dc‘ctrieal proof‘ss only for the regeneration of the chromic or 
penuangank*. acids which, as such, oxidize organic bodies in 
a i)urely ftlanniciil wa}'', bfung thernsedves converted thereby 
int lovv(‘r slag(\s of oxidation. Thfi advantages of such a method 
lies in a saving of l)oth tlu^ oxidizing acids, because, on account 
of th(» ngfnieratiori tf) tli(*ir highf^st state of oxidation, very 
small <{ua,ntiti(‘s suflicf^ to oxidize unlimitcul quantitkvs of organic 
l)0(lk»s. This oxidation {)r()e(‘ss is henc(^ botli a secondary and 
a ohoniical one*. N(‘V(‘rth(‘l(\ss, it poss(\ss(vs tlie (\ssential feat- 
ur(*s of an (*l(‘ctroelu‘mk‘al ])roc('ss, thc^ substance being reidaccd 
by thc‘ enta-gy. 

Attackabk* ano<l(‘s, which arfi brought into solution by 
tb(* anions of th(‘ (‘h'ctrolyte, are, of no valiaq or only of a wliolly 
sc‘(*ondary om*, in tlu^ (‘kadrolysis of organic (annpounds. But 
in sueli easels vvli(a’C‘, by naison f)f the attackability, oxidizing 
subsUinc(*H are formed on tlu; anodfp the; latter can assumes the 
functions of an oxygcni <‘.arri(T. Thus, if a haul anode is sui)er- 
hoially coatfal wiili huid i)eroxide, this lniior (‘ffends tlie oxida- 
tioru bcarig in turn reduced l)ut always reg(‘n(a’at(al l)y tlie 
ourremt . But if a kaul-peroxide anodf*, piaqiarcul in this man¬ 
ner, acts nua’cdy l)y means of its (vxeess potfuitial for tlu^ dis- 
<'liarg<‘d oxygen, without r(‘acUng dir(»cily with the d(q)olariz(^r, 
it iiatiiraJly (‘X(a'oisf\s only th(^ functions of an unattackable 
a IKK le. 

h'inally may b(‘ mcmtionfal the purfdy catalytic action of 
the {‘lc‘ctrod(*s upon ilu^ reactifm products produced liy thfj 
electrfilysis, a siihere of phfmomena which lies outside tlie 
jiurcdy* c*lc‘C!trieal ndations. This is the ease, for instance, 
in th(‘ d(»eomp(»sition of liyflrogen peroxidfi by (»k‘ctri,cal 
oxidiiiion at platinum ano(k‘B into watc^r and oxygen- But 
c‘vc*n the cdectrieal conditions can txi modified by such reac- 
ticiris, if charigc^H in the concentration relations of the |)re- 
dcmiinntirig ions are combined witli tlicnm 

Sill'5'/' cbi3 
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7. Theory of the Reaction Velocity in Electrolytic 

Processes. 

The ease with which the reaction conditions can be con¬ 
trolled makes electrolytic processes especially adapted for 
studying the laws of reaction, particularly those of reaction 
velocities. The dependence of the reacting agents upon the 
current strength, according to Faraday^s laws, makes^ it pos¬ 
sible to vary ad libitum the temporal total course of a reaction 
within wide hmits—a possibility which in purely chemical 
operations, by changing the conditions of pressure and tempera¬ 
ture, exists to a far less extent. 

Attempts have not been lacking to regard electrical proc¬ 
esses from a reaction-kinetic point of view, and to use them 
directly for determining reaction velocities. Even though 
these experiments are based naturally upon single simple 
examples—mostly reduction experiments — their theoretical 
results have, especially for physicochemical speculations of 
organic reactions, such general importance that the reasoning; 
involved in the most important theories will briefly be out¬ 
lined here. 


a. The Diffusion Theory, 

Since, according to the preceding descriptions, the reac¬ 
tion space of electrolytic processes consists of an extremely 
thin layer in contact with the electrode—the contact surface 
of electrolyte and electrode—^these processes can generally be 
regarded as reactions in heterogeneous systems. Nernst ^ 
has proposed a theory for such systems, which has been 
tested experimentally by BrunnerThe principle of this 
theory consists in basing the reaction velocities on tte dif¬ 
fusion velocity. 

The equilibrium between two phases at their boundary 
surface must be produced with extremely great rapidity^ 

^ Ztschr. f. ph3’'S. Chemie 47 , 52 (1904). See also the earlier investigation: 
Noyes and Whitney, ibid. 28 , 689 (1897) 

2 Ztschr. f. phys. Chem. 47 , 55 (1904) 





THEORETICS. 


31 


otherwise iiifiniUily great, or at least very great, forces would 
(k^veloi) l>etwe(!n the extremely close points between which 
tlu! reuctioM occurs. Tlwisc would, however, bring about 
tlK^ equilibrium practically instantly. In such a case the 
reaction velocity is conditioned by the velocity with whicli 
the mobile ccjinponents niach the border-line of the phases, 
i.e. by tlu' diffusion velocity. 

Tlu* contact surfac.e of both phiises will now actually pos- 
se.ss a thin but rneasurabh* layeu- of the tliieknciss d, within which 
the whohi diffusion jirocess occurs. 

If WH'. (Icisignate the; concenitration of the diffusing sub- 
stanc(i at tlu; siu-ftice; of the fixcul jihase by C, its concentra- 
tk)n in the? solution by c, its diffusion constant by D, and the 
surfiicee of the solid liody by F, then in the period dt the quan¬ 
tity of substance 

dx ^DF^^dt 


will diffuse to the contact surface and immediately react. 
The speeil of reaction Ix'comes 


dx 

Tt 



If wf* consider tliat C poswissea an extremely small and 
negligible value, on account of the (Kiuilibirurn which occurs 
instantly, the following (siuation results: 


(lx ^ D F 
dt ~ S 


The spee<l of reaction is proportional to the concentration 
of the* diffusing substanern 

In apidying these results to electrochemical reactions there 
is to be adihul only the condition that tlu! concentration of 
the reacting substance in the immediate vicinity of the elec¬ 
trode must always fwssess a very small- value, which can 
easily te attained by cluwsirig a suitable current tension. Then 
the reaction velocity will depend only upon the quantity of 
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the substance reaching the electrode. Electrolytic transfer¬ 
ence must be considered as weU as the diffusion, if ions are 
involved. 

Since the quantity of the discharged ions depends upon 
the current strength, it represents a measure of the reaction 
velocity, if (1) side reactions are excluded—^for instance, if no 
ions are discharged without reacting—^and (2) the current 
strength chosen is not so small that the reaction velocity 
possesses a higher value than the discharging velocity of the ions 
regulated by the intensity. 

In other words: The current strength is then only a direct 
measure of the reaction velocity, if the maximum current 
strength at which all the hberated ions are just able to react 
is employed. The production of this condition can be easily 
recognized experimentally by the fact that the least increase 
of this maxunum intensity leads to side reactions, most fre¬ 
quently to a molecular separation of the discharged ions. 

Before the Nernst theory was proposed, H. Goldschmidt^ 
had already employed this idea for stud)dng the relation between 
reaction velocity and concentration of aromatic nitro-bodies. 

If the maximum current strength at which no hydrogen 
is yet evolved, is designated by the concentration of the 
body to be reduced by C, the experimental equation resulted 

J,a=K.C^. 

is the concentration of a cross-section, i.e. the reaction 
takes place directly at the electrode surface. If we suppose 
that the adjustment of the equihbrium takes place there with 
•extreme rapidity, according to Nernst, then the reaction velocity 
will have to be based solely on the diffusion velocity, and will, 
therefore, be directly proportional to the concentration of the 
depolarizer in the electrolyte. The theory hence demands the 
formula 


‘ Ztschr. f. Elektrochemie, 7, 263 (1900). 
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The lack of conformity has not yet been explained. Perliai)s 
tlie 8upi)Ositioii of a very rapid attainment of the equilibrium 
at tlie (ilectrode does not apply to the reduction of nitrobenzene; 
which abounds in pliases. 

Tlie results of Akerberg^ concerning the velocity of the 
(dcadrolytic decomposition of oxalic acid in the presence of 
suljihuric acid agrcio better with the theoretic requirements. 
So long as the proportion of oxalic acid is considerable; the 
decomjiosition takes place according to Faraday's lawS;' i.e. 
without (^volution of oxygen. Ih.it if the solution has reached 
a c(‘rtain dilution, the (‘kadrolysis occurs—independently of 
th(^ curre*nt density—ac(*ompani(‘(l liy an evolution of oxygen 
pro])ortional to the concentration of the oxalic acid in the 
solution. Tlie d(Ka)mposition of the oxalic acid then takes 
place* in thc^ same* projiort.ion as new oxalic acid diffuses from 
tlu^ (‘Icjctrolytc^ to tin* el(ad;rod(* boundary surface. Conse- 
(|uc‘ntly, according to N(‘rnst’s tlaiory, the electrolytic oxida¬ 
tion vc*locity hcuiceforth bee'.omens a dilTunion velocity. 

'riic* liyfiot.hesis of the latt(‘r is always the instantaneous 
(teiuilihrium at the contact surface of heterogeneous phases; 
l)iit tlie fulfillment of this condition is not to be accepted forth- 
witli; [larticularly in the case of many organic processes which 
—for instance, the? n^ductiori of nitro-lxxlies—are able to give 
a whole* seri(‘s of intermediate phases uf) to tlie final eciuililirium. 

Tfi(! infliif‘iK!(^ of the (‘lectrode material upon tlu^ velocity 
of r(*aelion d(*cides particularly against its significance in all 
ea.ses us a diffusion velocity. 

I'inully, to vi<‘w electrolytic processes as hotenogeneous sys¬ 
tems does not mmn at all sound, according to the descrifition 
of the elerdroclKunical reaction mechanism given in our intro¬ 
duction. If the first jiroeeas, in accordance with the given 
exfioHifion, is the discharge in the electrodes boundary surface, 
and if tlie second is the separation on the electrode or the 


’ Ztficlir. f. morg. Ohmm SI, 151 (1002). See also Brunner, Ileacfcion 
Vifloeit'tes in Heterogeni^nm Hystems, p. 52, Thesis, Gdttingen, 1903. Cf. 
also Luther and BrWee, f. phys. Chemie 45, 216 (1903). 
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reaction of the ions present in the boundary surface witli the- 
depolarizer, hence in the fluid system, then the actual reaction 
takes place in a homogeneous system. The typical influence of 
the reacting ions will then show itself in the velocity constant 
of this reaction; hkewise, if the ions are derived from the lat¬ 
ter, the typical effect of the electrode metal will be scon. 
A sharp distinction will then exist between the discharge, winch 
can occur with an extremely great velocity, and the actual chem¬ 
ical reaction with the depolarizer, the velocity of wliieh will be 
measurable and distinctly individualistic. In this case the 
velocity of diffusion alone cannot represent the velocity of 
reaction. 

With the aid of other ideas concerning the electrical 
reaction mechanism, particularly the reduction mechanism, 
Haber and Russ^ arrive at the same interpretation. They 
advance the proposition; “The reducing phase is formed 
at the cathode with an immeasurably great velocity constant, 
but the velocity with which it acts chemically on the depolarizer 
depends upon the latter’s peculiarities and is often measur¬ 
ably small.” 

By a “reducing phase” is meant hydrogen or any metal 
phase which is supposed to stand m a dynamic equilibrium 
with it, so that the action of the different cathode materials 
can be taken as equal, a condition which can be experimentally 
obtained by the choice of a cathode potential which remains 
always the same. 

b. Osmotic Theory of Electrical Reduction. 

Haber ^ was the first to publish a theory of electrical reduc¬ 
tion which is in many points free from the limiting conditions 
of the diffusion theory. Later, conjointly with Rus&,3 he 
brought it to the form given below. 

‘ Ztschr. f. phys. Chemie 47, 263 (1904). 

® Ibid. 32, 19.3 (1900). 

” Ibid. 47, 263 (1904). 
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The sphere of validity of tins theory, in conformity with 
the experimental material, extends to the use of unattackable 
cathodes at current strengths which, in contradistinction to 
those chosen by Goldschmidt, lie considerably below those 
necessary for developing hydrogen. The conditions are hereby 
simplified, because, on the one hand, the reduction must pro¬ 
ceed exactly according to Faraday^s laws, and, on the other 
hand, it can be regarded as being always accomplished by 
the same agent, hydrogen. This latter hypothesis, since it per¬ 
mits the assumption that the reducing agent obeys the laws 
of gases, is extremely weighty for the theory. Herewith is 
assumed that the hydrogen is present in the electrode surface 
with the concentration If we want to assume the re¬ 

placement of the hydrogen by a metal, the latter must also be 
regarded as obeying the laws of gases. It hence sufi&ces to 
deduce the theory only for hydrogen as a reducing agent. If 
Ch be the concentration of the hydrogen atoms at the cathode, 
then the potential according to Nernst^s osmotic formula, is 

E=RTln^^, 

in which R is the gas constant, and T the absolute temperature. 
If the hydrogen in the cathode now reacts with the depolar¬ 
izer M, for instance according to the equation 

the speed of reduction is 

or, neglecting the subtractive member, 

According to the above-mentioned hypotheses, we can 
■directly substitute the current strength J for the speed, which 
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is proportional to it, 
. hiJ 


dCu 7 T 

-Si 


/ 


or, merely, 

If this value is introduced into the potential equation, 

Ch 


E=^RT]n 


there results 


E- 


Ch-’ 
RT. J 


2'^\''Cm-Ch’ 


bT if Ch- is considered as constant, and the constant k' is placed 
in the formula as subtractive member, 

S=^-lnp^-const. 

Z Lm 

The relations were now tested for the constant J in an 
alcoholic nitrobenzene solution; as a result the formula can also 
be written in the following manner: 

r. RT, 1 
E =-^ln 7 ;-const.; 

^ CcjHjNOs 

furthermore, for constant nitrobenzene concentration, 

E =^lnJ—const.. 


and finally for constant cathode potential, the relation 

—= const. 

CceHtNOa 

So far as a logarithmic connection between E on the one 
hand, and J and Cm on the other resulted, the theory is veri- 
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fied by tlie observation. However, the constant factor before 

ET 

the logaritlim was not found at It always possessed a 

larger and soinc^what variable value. 

Haber and Russ ^ therefore changed the original formula to 

h In ^ — const.y. 

This expression was si il>s tan tinted by experience when the 
influences of diffusion were avoided as mucli as possible. The 
factor X appears as a function of the electrode condition 

It would lead too far to enlarge upon the meanings of the 
factor X which W(ire discussed by Haber and Russ.^ 

c. Summary oj the Theories. 

Tlie two tlieories of Nernst and Haber above mentioned seem 
to coritruclict one anotluir in important points. The electrical 
speed of n^aciion in tlu^ diffusion theory (Nernst) is directly a 
Hpe(‘d of diffusion; Haber's formula holds good only in case the 
diffusion is (‘xcluded as much as possil)le. 

The contra<li(ition is only an apparent one, and the difference 
between the th(K)ri(‘H lies in thc^ hypotheses. The measurement 
of tlie Bi)(‘(’ds f)f reaction depends upon the conditions of the 
c‘X{Huinient. If the? reaction between two components of re¬ 
action actually takers place instantaneously, we can vary the 
time of reliction (uitirely at will by the period of time during 
which we add one of the components. If the latter is used up 
with immeasurable rapidity, the measurcMl velocity of reaction 
raimt naturally always remain i)roportional to the added quan¬ 
tity of the reaction components. The Nernst theory is based on 
relations in wdiieh this subB(K}uent delivery is effected only by the 
diffusion, the reacting agent furnished by the current being 

^ f pliy«. Ohemie 47, 204 (1904). 

^Cf. al»: Cbnceming Reaction Accelerationa and Reaction Retar- 

datioM in Electric RcciuctionH and Oxidations. Ztschr. f. phys. Chemie 44, 
641 See also the cliaptcr on ekectroda material 
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kept at the electrode by the potential relations in an infinitesi¬ 
mal concentration as opposed to the external concentration. 
Since the reaction can only proceed further if new quantities 
of the agent reach the electrode, and this subsequent delivery 
can be brought about only by transference and diffusion, the 
first conclusion drawn is that these two factors determine 
the current strength. The current can reach the electrode 
only by means of ions. Since, moreover, the measurable 
velocity of reaction is regulated by the current strength, it 
follows further that this velocity of reaction is also regulated 
by the effects of diffusion and transference. It is mentioned 
in Ackerberg’s experiments what the ratios are in the presence 
of a depolarizer. The theory holds good if the measurable speed 
of reaction, which need not be identical with the actual velocity, 
is artificially made a diffusion velocity. The considerations of 
Haber suppose that the ions and depolarizer are in such great 
concentrations at the electrode that the ions derived from the 
great surplus bring about the reaction in accordance with the 
current strength —independently of that which is subsequently 
delivered by diffusion. The relations of Haber are therefore 
valid only in such cases where impoverished phenomena are 
excluded at the cathode. Those of Nernst are true only in 
such where complete impoverishment exists, i.e., where almost 
zero concentration of the depolarizer is created at the direct 
border line of reaction. For the reaction can progress only 
in this case in the same proportion as the depolarizer enters 
by diffusion into the reaction layer. 

We easily obtain results having the advantage of better 
proof, if we base the reaction-kinetic speculations upon the 
views developed on the reaction mechanism, according to 
which the discharge of the ions at the electrode is strictly to 
’ be distinguished from the separation on the electrode or the 
reaction with the depolarizer. This kind of proof is naturally 
of greater significance for the Haber than for the Nernst deduc¬ 
tions. For even if the whole reaction, according to our sup¬ 
position, takes place in the fluid phase, i.e. in a homogeneous 
system, the principles of the reaction can practically be appli- 


# 
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cable in heterogencou.s systems. In the localization of the dis¬ 
charging space in the immediate vicinity of the electrode, 
the layer in which the discharged ions are present may be 
considered as an extremely thin film which behaves as a 
heterogeneous formation towards the electrolyte. The con¬ 
centration of the dlschargcid ions in this film is imdoubtedly 
extremely small at the great velocity of reaction with which 
they separate or r(;act. Thus the progress of the reaction 
(le[)eiKl8 upon the velocity with which diffasion and transference 
conduct new ions to this film. If the concentration of the de¬ 
polarizer is strong, only the last-mentioned factors will influence 
the reaction velocity; if it iff weak, the quantity of the depolar¬ 
izer, which is supplied by <liffusion, plays an important part. 

Our vicfws, that the laws of gases can actually be applied 
to tlie conc(!ntration of tin; discharged ions, form a desirable 
confirmation of Ilalrer’s relations. For the discharged ions, 
which an; not in or upon the electrode but in the solution, 
must hav(^ an osmotic, pressure proportional to the concentrar 
tion in tlu^ discharging space, i.c. the current strength, accord¬ 
ing to Haber’s conditions. The validity of the laws of gases, 
if we suppose a solid solution of the ions in the electrode, is 
difficult to ex[)lain, j)articulurly if the case is one of metal ions 
which reach the cathode and there produce reduction effects. 
The (hiductions of Ilalrer remain unchanged formally, but their 
sphere of validity jippcars enlarge.d, however, since under the 
n<'c<‘K.sarily limittsl conditions the behavior of attackable 
cathodcfs l>ecom(>s also theoretically rci)resentablc. A repe¬ 
tition of thfise dfuluctions, however,will not be given here. 

The theoretical tr(;at,m(mt of the physicochemical material, 
which orgaiiift chemistry places so abundantly at our command, 
is yfd in its initial state. Not only do the many obscure points 
incite tx) a continuation of the work, but the few results and 
the numerous problems rather justify the opinion that the 
phenomena of organic electrolysis are especially adapted to 
C 4 irry th<! teaching of physical chemistry into the domain 
of organic chemistry. 
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CHAPTER II. 

METHODICS. 

It is assumed that the reader is familiar with the general 
arrangements of electrochemical experiments. In the follow¬ 
ing pages only those particulars will receive attention which 
are of special importance in the electrolysis of organic com¬ 
pounds. The arrangement which permits the observation of 
the decisive potentials, and their control and maintenance at 
a' constant, is particularly important. Of importance are 
certain electrolyzing apparatus suitable for particular pur¬ 
poses, and also arrangements for stirring, which often de¬ 
cisively influence the course of an experiment. 

1. The Cells. 

Cells of the most varied constructions, depending upon 
the problem in hand, are required. The conductivity of the 
electrolyte, the necessity of collecting gases, the separation 
of the cathode and anode chambers, regulation of the tem¬ 
perature, the variation of the size of the electrode, all demand 
certain requirements and arrangements. 

Of course, the comprehensiveness of the experiment is also 
of great importance. However, only the conditions which enter 
into the question of scientific investigations are of interest 
here. We shall, therefore, waive the repetition of the technical 
arrangements for organic electrochemical processes. 

In the simplest case it suffices to immerse the two electrodes 
always in a certain position in a glass vessel, and usually 
parallel to one another. The vessel is closed with a hermetic¬ 
ally fitting stopper when gases are to be collected. Three 

40 
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be obtained by putting in glass or porcelain worms through 
which a continuous current of water is conducted. Metallic 
worms must only be used if they are to serve at the same time 
as electrodes. Otherwise they act in an undesirable manner as 
intermediate conductors in the electrolysis. Often it is impor¬ 



tant to keep the electrodes cool, since their surfaces limit the 
actual reaction space. 

Cooling of the electrodes is done either by using worm 
electrodes, as above mentioned, or, if this is made impossible by 
the-nature and form of the electrodes, by choosing hollow, cy- 
Imdrical electrodes,—through which water is passed,— and of 


the shape fir 
Kgs. 1-4 rep 
It is evit 
diaphragms, 
In using 
orcathodic- 
especially if 
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perforations are rerpiirecl in the stoppcir, one for a glass tube,, 
and tlu' otlu'r two for the (‘lectrodc^s, the latter bcving scuxled in. 
A little^ niercmry closes the circuit. Changes in temperature 
are obtained l>y outwardly hcuiting or cooling the vessel. 
Stirring is caused by tlie ek^ctrolytically evolved gases. 

Tlie current conditions can be varied in thc^ most different 
ways. By a choicer of concentrations, or })y additions, the con¬ 
ductivity can be incrc^ascid or diniinislKid; also by raising or 
lowering voltagc‘. Tho height of the (dcHitromotive force 
d(^v(d()ped in the e(^ll detcnminc^s tlie current strength ; the ratio 
of th(^ lattcT to thc^ (^ectrode surfaces giv(‘S the current demsity, 
and to thci voIuiik^ of the (dc^ctrolytes, the curremt concentra¬ 
tions.^ 

I'his simpl(‘st form of arrangernemt S(‘ldom sufrK‘.(‘s; usually 
a separation of the cathode and anodes spacers is ix^iuired. 
This is oftcuK^st obtained I by tlui usci of a diaphragm, or by 
conn(‘(*t ing, with a si{)hon arrangernevnt, two separate vessels,— 
oru^ containing th(^ anode and the other the cathode fluid; 
this lattcw UKdhod is morc^ raredy us(!d, Irowever, Ix^cause the 
r(‘sistara;(^ is lialrle to bcK‘.0Tne too gr^eat. Porous (^artlamware 
cylinders or plates an^ usually (unploycul as diai)hragms. 
I)iai)hragms, which often answer wcdl, are sonudinu's made 
of gypsum, pr(*sB(‘d asbestus (only iitilizabk^ in idkalies 
porous cf*m(‘nt, and parchment papew. So-calk‘(l acid-proof’^ 
diapliragms ai*<^ also us(‘d. (tylindrical v(‘ss{ds are simply idaced ■ 
in tin* v(\ss(l, and plates a,rc^ fitted in tightly, or 

cfujuaited simpler med hod is to make the coll of two S(\p- 

arat{‘ partCfitting utK)n eru^ another. Brdween these the di- 
ajdiragm platen is tightly wtulgrul with screws l)y nutans of a 
rubl>c*r ring or a ca,outelKiuc frameu The Wehrlin cell is made in 
this fasliion. Cooling and stirring in (dcadrolytical (*x{)(vriments 
are of Bpiaual import a-nc(u Asidcj from tlie (external cooling 
of the elfadndytc!, a constant tcunpcTaturci of the laticT can 


^ Tiifi'b yAMthr. f. phyn. ('hofri. 34, 201 (lOOO). 

* I/dllmir, ZtHchr. f. Kk'ktrodierm^ 7, 290 (1001). 
»lbici S, mi CIH07). 
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be obtained by putting in glass or porcelain worms through 
which a continuous current of water is conducted. Metallic 
worms must only be used if they are to serve at the same time 
as electrodes. Otherwise they act in an undesirable manner as 
intermediate conductors in the electrolysis. Often it is impor¬ 



tant to keep the electrodes cool, since their surfaces limit the 
actual reaction space. 

Cooling of the electrodes is done either by using worm 
electrodes, as above mentioned, or, if this is made impossible by 
the nature and form of the electrodes, by choosing hollow, cy¬ 
lindrical electrodes,—^through which water is passed,—^and of 
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the shapes first proposTui Loh * aiul hit(‘r iiiodilic^d ))y 4ai’c4.^ 
Figs. 1““4 r(‘{)r(‘S(‘nt types of (4(*etr()lyl,ic c(‘lls va,riously eini)l()yc‘d. 

It is evident from th(i dnivvings that, by choosing suita-ble 
diaphragms, the reaction chambers ca,n lx* clos(‘dfrom without.. 
In using (‘arthemware eylindcTS, tlx^ n^action fluid—anodic 
or cathodic—is most suitably placcxl in th(* eartlumwarc; (iylifi(l(‘r, 
especially if the gas(*H iiiv to Ik* d(‘t(‘rmirx*d. 



Gas or mechanical stirrers are inach^ use*, of for stirring tlx* 
electrolyte. Mechanical stirr(UB, however, are (‘mploycul only if 
the electrolytic gases an* to be investigatcxl, unlc‘.HS th(*HC‘ Hufliec* 
for the stirring, as is the* cuse in expcTinumts with high (nir- 
rent strengths. By permitting the base of tlx* stimu to (li|) 
into mercury,^ the rnechanicul stirring can easily he arranged 
in a manner so as to obtain a h{Tnx*tieal Hc*aL 

’ ZtHPhr. f. ElektrtKihcmift 2, (iOf) (IKO(i). 

’IJcr. cl. deutHch. chern. (Jcjmsllscli. U, 222.1 (HH)0), 

®L6b, Ztschr. f, Elektrochcsmie 7, 117 (1!KK)); ZtHc.hr. f. phy«, Ehwnic! 14, 
647 (1900). 
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The gas-tight electrode stirrers are based on the same 
principle. They have the advantage of using the electrodes 
themselves—which may have any shape,—for stirring. A 
fine division of the components is thus assured on the elec¬ 
trode surface the (reaction space). This matter is of great im¬ 
portance in a series of reactions, for instance in the simultane¬ 



ous reduction of two nitro-bodjies to a mixed azo-body, or 
in the electrol3rtic preparation of azo-dyes, etc. (See Fig. 5 .) 

The current is conducted through mercury, which is poured 
into the glass tube in which the electrode is sealed. 

2. Arr-ingement of Experiments and Measurements of 

Potential. 

The t3rpical arrangement for an electrical decomposition is 
that in which the main current flows through an ammeter and the 
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cell, ;ui<l tilt' tt'niiinals of a, voltmeter, in branch circuit, are 
connecl(!(l dirc'ctly to two points at the electrodes. 

The poleidial of the (ilectrodc at which the respective 
r(!a(!tioii takes plac(^ is of (kicisive importance on the course of 
the electrolysis; it may be the cathode or anode potential or 
sometimes both. The {jotential difference between the elec- 
trod(\s, whicdi is influcaiced Iry many contingencies, such as 
th(! nisistanee of tin; diaphragm, etc., is, on the contrary, 
generally without importance for the reaction. The volt- 
met(‘r .shows tli(‘ consumption of cdectrical energy only in com¬ 
bination with the ainnuder. 

The* {jotential of an (d(«trode is determined in combination 
with a s(‘cond constant (ikictrode which does not belong to 
th(! actual (d(‘ctrolyti(; systcan. This subsidiary or standard 
cdectrotk;, whose; pot<;ntial is (sithcr arbitrarily taken as zero 
or has a C(;rt,ain absolute value, is connected by a siphon with 
the; lifinkl surrounding the experimental electrode. The electro¬ 
motive. fore.e of tliis galvanic combination is then measured 
by one of the wc;ll-known methods, with a galvanometer 
or capillary el(!etromet(;r. If the potential difference of the 
standard elec.trock; is correctly subtracted from the obtained 
value, the diff(;r(!nce in potential of the reaction electrode, 
bfused on the agreed-upon zero; value of the potential, is 
obtained. 

I'wo .subsidiary or standard (!lc;ctrf)des are in use, the calo¬ 
mel electrode of Osw'uld' and the hydrogen electrode of 
Nernst.- 'Pla; former, consist,ing of a combination of mercury 
covert'll with mt'rcurous chloride, as <lei)olariz(ir and immersed 
in a .solution of Vio n-pof.a.s.sium-chloride solution, has, accord¬ 
ing to th<; best measurt'mc'nts, an absolute potential of 
O.fibl volt tO.tKXlS (t°--lH), in tlu; stuise that mercury is posi¬ 
tive, the solution negativt;. The standard hydrogen electrode 


' OHtwnld-I.utltcr, I'ii_v«ic<»clictniciil MciumrcmcntH, p. 383, Leipzig, 1902. 

f. IClcklrfKsh'cnuc 4. 377 (!«$>«); 7, 2.1)3 (19m»); see also Wils- 
morc, ZtMchr. f. pliys. (liicin, 35, 291 fHXK)); OHtwald-Wilwniore, JJtschr. f. 
phy«. Cticrn, 91 (UKU). 
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consists of a platinum sheet charged with hydrogen in a normal 
electrolyte, i.e. normal as to the hydrogen ions. In preparing 
the hydrogen electrode, the sheet platinum (or palladium) 
is arranged so as to lie half in the electrolyte and half in 
hydrogen gas, and the saturated state is maintained by 
having a constant current of hydrogen pass through the 
electrolyte. The half of the electrode not in the electrolyte 
must thus be surrounded during the entire time of the ex¬ 
periment by an atmosphere of hydrogen. Nernst gives the 
hydrogen electrode the arbitrary value 0. 

Depending upon the form of the cell, the connection with 
the standard cell can be made by means of a siphon or other 
method. Of • course the electrolyte of the normal electrode 
must not react appreciably with that of the experimental 
cell, and in most cases it will be of value to separate both by 
a suitably adjusted diaphragm. 

The problems to which the measurement of the electrode 
potential gives rise are manifold. 

The task is often to determine at what potential a reaction 
begins; in other words, what discharge potential the separated 
or reacting ion possesses in the presence of the depolarizer. 
The determination of this value is most simply made by measur¬ 
ing the decomposition potential.^ This method is based upon 
the fact that a permanent decomposition of an electrolyte can 
only take place by using a certain electromotive force which 
is just able to overcome that of the polarization. If we begin 
to polarize with a small electromotive force, the current cannot 
at first permanently pass the cell. Only when the electro¬ 
motive force exceeds the value of the polarization does the 
sudden deflection—the “rebound” of a galvanometer enclosed 
in the circuit for observation—ghow the passage of the current, 
revealing the decomposition value of the electrolyte. If in a 
coordinate system the electromotive forces are considered as 
abscissas, the current strengths or deflection factors of the gal¬ 
vanometer as ordinates, then curves are obtained which show 


>Le Blanc, Ztschr. f. phys. Chem. 8, 299 (1891); 12, 333 (1893). 
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characteristic breaks at the decomposition values. If the elec¬ 
trode' at which the reaction is expected to occur is combined 
with a normal (slcctrode, and the difference in potential at the 
work-(d('ctro<le is obsc;rved for increasing current strengths, it 
will be found that at a certain value of the latter, a sudden 
{massage of the current, which appears as a break in the curve, 
occurs. This break is characteristic for the beginning of any 
kind of reaction, whetlutr it be that of the separation of ions 
or their reaction with the depolarizer. When several kinds of 
ions are separaUul or react at different electromotive forces,^ 
these; breaks can repeat thems(;lves in the curve. 

The simplest method of determining the beginning or non¬ 
occurrence of a reaction consists in measuring the discharge 
pot(;ntial of the cations or anions before and after the addition 
of the depolarizer which is to l)e acted upon. A change in 
potential JLt the addition shows the beginning of the reaction. 

It is of es{K;cial importance to know the potential interval 
within which one or s(;v(;ral distinct reactions take place. The 
d(;termination of this de{)end8 upon the change in potential 
which tlic prescmcc of a depolarizer produces as opposed to 
an electrolyte contjuning no depolarizer. For example, if it is 
desired to learn if chlorine derivatives of phenol can be pre¬ 
pared at the anode l)y electrolysis of a hydrochloric-acid solu¬ 
tion of i)h(;nol, then the point of decomposition of the chlo¬ 
rine ion, in combination with the hydrogen electrode, is found 
at I.IM volts in a Vi n-hydro(!hloric-acid solution. If phenol 
is udd(;d to this solution, the break in the curve occurs 
already at 0.0 volt.^ Th(;refore the span in potential, within 
which t,h(; reac'tion for the formation of chlorine derivatives 
of plienol must take place, lies tetween 0.9 and 1.3 volts. In 
this manner Dony-II^nault, among oth(;rs, determined the 
d(;<;oinjM)Hition poUmtial of the OH ions, in combination with 
the hydrogen electrode, in dilute sulphuric-acid solution both 
without and with the mldition of ethyl alcohol. He found 
J 'H. (Ilnsftr, Ztuctir. f. Eloktrochctnio 4, 36S, 373, 397 (i897); Bose, ibid, 

6, ins 

i ’(’f. Potiy-Henault, Ztschr. f. Klektrochemie 6, 633 (1900). 
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in the first case that the discharge potential was at 1.66 
volts, in the second case at about 1.2-1.3 volts. Either 
acetaldehyde or acetic acid can be formed by the action of 
hydroxyl ions upon alcohol. A measurement of the decom¬ 
position potential of the hydroxyl ions in dilute sulphuric acid 
and in the presence of acetaldehyde did not percciptibly lower 
the potential. The acetaldehyde, under the existing circum¬ 
stances, does not act as a depolarizer, so that, if the potential 
during electrolysis is kept between 1.3-1.6 volts, an almost 



quantitative yield of acetaldehyde must be obtained. The 
experiments completely verified this theoretical deduction. 

The second problem, which often occurs, is to keep this 
potential at a certain value, or within certain limits. This 
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is accomplished by setting the cell, which consists of the 
work-electrode and the normal electrode, at the desired ten¬ 
sion by choosing the suitable polarizing current strength— 
according to the compensation method,—and by taking care 
that the tension existing between the work electrode and 
the standard electrode retains the value of the compensating 
potential by varying the current strength as may become 
necessary during the course of the. experiment. Haber ^ has 
used this method of procedure for limited potentials, and Lob 
and Moore ^ employed it for an entirely distinct constant' 
potential during prolonged electrolyses. Figs. 6 and 7 are ; 
sketches of the arrangements of their experiments. The 
requirements for the reduction of nitrobenzene, as expressed 
in the theoretical part of this book, were proved by these 
experiments,—namely, that, by reason of the necessary limi¬ 
tations, only the cathode potential is decisive for the obtainable 
reduction phase. 

If in simpler cases, which are naturally rarer in. organic 
electrolysis, the only point is to keep the total decomposition 
tension between the electrodes below a certain value, then 
it will suffice to employ suitably small electromotive forces, 
or such limited by branching. 

Finally, the measurement of single electrode potentials is 
of importance in itself for obtaining the depolarizing values, 
i.e., the potential differences of an electrolyte in connection with 
a certain electrode with or without a depolarizer. It is evident 
that these depolarizer values are characteristic quantities for 
the chemical nature of the depolarizer, and are very closely 
related to the constitution and configuration of the molecule. 
Introductory experiments on this question for nitro- and nitroso- 
bodies have been made by Panchaud de Bottens.^ Lob and 
Moore ^ have also measured the depolarizing values for nitro¬ 
benzene at different electrodes and current strengths. It was 

, ^ Ztschr. f. Elektrochemie 4, 507 (1898). 

* Ztschr. f. physik. Cherxi. 47, 432 (1904). 

Ztschr. f. Elektrochemie 8, 305, 332 (1902), 

* Ber. d 5. Internal. Kongr. f. angew. Chemie, Berlin, 1903, 4, 656. 
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found that they generally became smaller with increasing 
current strengths. Single electrode metals, however, show 
peculiarities which suggest the occurrence of variable reactions. 

Besides the usual method of arrangement mentioned at the 
beginning of this chapter, in which the current derived from 
any suitable source of electricity passes through the cell, 
the apparatus can often be suitably simplified—especially 
for electrical reductions—by employing Lob reaction cells i 



Measuring Current:.A'Compensation Accumulators, B' IVecision Voltmeter, C'Plate 

Resistance, /)' Ballast Resistance, E* Galvanometer, F' Instan¬ 
taneous Cutout, O Btandatrd Electrode. 

Fig. 7.—L5b’s Experimental Arrangement 

or short-circuiting cells. Cells can be constructed, which do 
away with the primary-current production in laboratory 
work, based upon the fact, already u.sed by Iloycr^ in the 
reduction of oxalic acid, that a reaction producible by the 
current can inversely serve as a part of a suitably constructed 
electric cell. If, for instance, nitrobenzene is diasolved in con¬ 
centrated sulphuric acid, the solution poured into an earthen 
ware cylinder, a piece of platinum dipped in the latter and the 

‘ Ber. d. deutsoh. chem, Gesellsch. 29, 1.^90 (1896), 

* Compt. rend. 69, 1374 (1869); see also Lapeyrifere, Tommasi, Trait6 
d’Electrochmue 724,729 (1899). 
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cylinder with its contents placed in another vessel containing di¬ 
lute Kulphnric acid in which is immersed a piece of amalgamated 
zinc, w(i have an cl(!ctri(i cell or battery. On making a metallic 
conta(d l>(!twe(‘n the zinc and platinum with a binding-screw, 
(juit(‘ a considcirabk; curreait circulates even at a low tension, 
since tlu; resistancci is small. After a few hours the contents 
of tlm, earthetnvare cyliiahT solhlifies, forming a pasty mass of 
amitlojdienol sulphate Such systems can be prepared in very 
many suitable forms, particularly in such a manner that heat, 
or pressure, idc., can be applied during the operation. 

3. Tire KliECTRODES. 

I’hc nature of the electrod(*a is of great importance for the 
course* of electrolytic processes. The material is not only 
decisivt! for the etTect, as aln'ady fully discussed, but the nature 
of the surface and the previous treatment of the electrodes 
can decidedly influence the course of the electrolysis. In the 
first place it is obvious that the size of the surface wetted by 
the electrolyte is codeterminative for the potential and current 
density, and even on this account its smoothness or roughness 
form decisive factors; but its form, and the mutual position of 
both electrodes, must also be taken into consideration, for on 
thc>se <lep(*nd the distribution of the lines of force on the surface. 
In general, the data on the, current densities and of the potentials 
refer to mean values; actually both an; usually unlike at different 
p(»iiitH of the 8\irface, since the number of the discharging 
curr<‘nt lines is an un(;ven one. 

It is, ther(‘for((, often to Ik; recommended, especially in 
aecurate {potential measurements, to “ touch over ” the surface. 
IIulxT 1 (l(K*s this by sliaping the siphon end of the standard] 
electrode into a ea{)iliary tulx;, which he conducts along the \ 
(;h‘ctrodc* surface. If the o})j(;ct is to obtain tolerably equal 
ctirrent (kfusities without this accurate checking of the re¬ 
sults, the relative* size and position of both electrodes must 


' Ztsclir. f. phyH. Chemio 82, 209 (1900). 
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be taken into consideration. They may be chosen of similar 
dimensions and like form, and hung iiarallcd in the bath. 
A better way is to choose concentric arrangements such as 
mentioned by Lob^ and Tafel.^ These clecti-odcs consist of 
concentric cylinders between which the electrolysis takes place. 

It has already been mentioned, in the discussion on the excess 
potential phenomenon, in what manner the nature of tho> dec- 
trode potential is of importance for the potential, Ic'avirig out 
of the question the changed dimensions, d'hcj e\’olution of 
hydrogen is well-nigh revereible at platinizcul platinum (0.005 
volt excess potential); at bright.(polished) platinum it is already 
0.09 volt. This influence possibly occurs in a similar manner 
with,all electrode materials. Tafel,^ by nsducing diflicultly re¬ 
ducible substances in sulphuric-acid solution, was able to oljtain 
good results only at a lead cathode, the surfacf* of which was 
coated with a layer of spongy lead. Such a surface can (easily 
be prepared by first coating the electrode anodically with a thin 
film of lead peroxide and then reducing this cathodiiially. Sim¬ 
ultaneously a solution of the foreign metals in the surface coat is 
brought about by the anodic process and a pvre lead surface 
obtained by reduction. Tafel, by a great number of examples, 
has likewise demonstrated how important it is to have a pure 
cathode. Even traces of impurities can dcicisively modify the 
effect. The simplest supposition is that the velocity of separa¬ 
tion of the discharged ions is catalytically influcmced by the traces 
of impurities. This assumption agreiis btist with the experimc.m- 
tal results. Indeed, if the reduction energy is lowcired l)y the 
impurities, we must conclude that an accelerated catalytical 
action of the hydrogen formation occurs; this agrees with the 
observation of Tafel, that, with a constant-current source and 
outer resistance, a disturbance of the reduction goes hand in 
hand with an increase of the current, or, what is the same 
thing, a lowering of the potential difference at the cathode. 


^ Ztschr. f. Elektrochemie 2, 6(55 (1896). 

^ Ber. d. deutsch. chem. Gesellsch. SS, 2223 (1900). 
^Ztschr. f. phys. Chem. 34, 187 (1900). 
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Lab and Moore ^ have obtained the suitable surface con¬ 
stitution and i)iirity of the catliode in a ditferent manner from 
'Tafel. Tlu^y start with a carefully platinized platinum gauze 
electrode? and (‘.oat this (^lectrolytically with the desired metal 
by (?l(?ctrolyzing a j)ure salt solution under suitable conditions. 
Tli(?y thus suec.(?ed<‘(l, even with attackable cathodes, in ob¬ 
taining ({uitci constant cathode potentials for a long period. 

Russ“ has obs(‘rv(al a p(?culiar influcmce of the pretreatment 
of th(? (*l(‘(‘lrod(‘s. If strong currents are sent tlirough the cell 
for a long(‘r [xa-iod, so that an (?ri(‘rgetic cvcdution of hydrogen 
occurs in the pr(’S(‘nc.(; of a depolariz(?r, the cathode potential 
soon (irops, (‘vcm if th(? curr(?nt remains constant, and the evolu¬ 
tion of hydrogcai (xBases. The original pcjtential and renewed 
hydrogcni (‘volution, after a short int(?rruptiori of the current, 
r(‘ 0 (?curH wh(‘U the curr(?nt is again turned on. Hence, the elec- 
lrode?s d('{)olariz(? b(‘tt(‘r aft(?r b(dng charged with hydrogen 
tlian without the Iatt(?r. The extent of this influence varies 
with different medals. 

^ 1. c. 

2 Ztachr. f. phyB Cliciu. 44, (541 (190S). 
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ELECTROLYSIS OF ALIPHATIC COMPOUNDS. 

Organic compounds which are decomposed in solution by 
a direct current can be divided into thostj that behave as elec¬ 
trolytes and those that act merely as depolarizers. This 
division is not, however, altogether appropriate, because both 
effects often occur simultaneously, so that a strict carrying out 
of this disposition is not possible without arbitrariness and 
numerous repetitions. The classification into oxidation and 
reduction processes, which proved practical in the theoretical 
part, would also be serviceable in the presentation of the ex¬ 
perimental data, even though anodic and cathodic effects are 
sometimes observed side by side, or successively, in an elec¬ 
trolysis. However, the advantages of the latter division 
are combined with the greatest po&sible survey of the material 
if this is arranged only in accordance with the chemical character 
of the substances which serve as the starting-point. The 
sequence of the latter is prescribed by the familiar arrange¬ 
ment employed in text-books on organic chemistry. Moreover, 
the property of depolarizing, anodically or cathodipally, depends 
upon the nature of the materials which serve as the starting- 
point, each group of bodies exhibiting a fixity in its electro¬ 
chemical behavior, whereby an almost separate grouping of 
the oxidation and reduction processes naturally follows. 

1. Carbon and Hydrocarbons. 

Carbon. 

Carbon, the characteristic element of all organic com 
pounds, is, as such, also the primal product in the eiectro- 
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syntlicisis of of}>;ntuc Rubstances. The well-investigated electro- 
thermic procH'SRCis of carbide', formation on the one hand, and, 
on the; othc'r, the little', e'-xplained phenomena of the electrolytic 
sedution of carbon l)y the ae-.tion e)f the anode current, form 
the introduction to thesei .syntheKCR. That this solution occurs 
wlu'ii carbon is UHe;d as the anode in an acid electrolyte, has 
beeai n'lieniteally e)l)served; likewise the freciuently occurring 
pr('s<'nc(' t)f cui’bein in the cathenle precipitate; in galvanic metal- 
eU'position has edso beeen note;el. In the electrolysis of dilute 
suljjhurie! acid, using carbon edeictrodes, Bartoli and Papasoglii 
had found t hat the anode eearbeen is attacked, whieeh was shown 
by the; iipixearance of carbon mon- and dioxide. Coehn^ 
tlu'U de'inonstratc'd that carbon gO(;s into solution under suit¬ 
ed ile; ceenditions, coloring the sulphuric acid; as a constituent 
jieirt. of tin* ceition it wand(;rs to the cathode and deposits itself, 
like a mckd, as a conductive coating upon the platinum cathode. 
The natun' of tin; solution (carbon hydroxide?) and of the pre¬ 
cipitate; hiis not yet been ('.xplained. Coehn-'^ was able, how- 
<;V(;r, to i)rove that the solution of the carbon conforms to 
l'’araday’s law and leads to the expected electrochemical equiv¬ 
alent = 3. 

4 

Hydrncarhons. 

11k; grc'at chemical r(;sistibility of aliphatic hydrocarbons 
and th(‘ aggregate; state of theii- m(;mbers poor in carbon make 
them appear as unsuitabk; mat(;rial for electrolytical experi¬ 
ments. Only the addition-reactions of unsaturated hydro¬ 
carbons o{T(;r an (;x{)erim(;ntal fi(;id. This has not yet been 
develf)ped. Tlu'se r(;actions an; cathodic in the addition of 
hydrogen, and anodic in the addition of halogens, etc. The 
fact that such hydrocarbons occur in the decomposition of 
aliphatic acids givtis us an indication as to their behavior, which 
will he mentionr'd at the proper place. 

'(itm,. chim. 14, W); 15, 401 (188.5); Comp. rend. 102. 363 (1886). 

» ZtHchr. f. Klektrtichcmie 2. MO, 010 (1890). 

said. 3, 424 (1897). 
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Acetylene is the only hydrocarbon which has been used as a 
primal material. 

Acetylene.— Coehn and Billitzer ’ have subjected acetylene 
to the action of the oxidizing currcnit in alkaline and acid 
solution with limited anode potential. The disc-harging poten¬ 
tial of oxygen, which is in the ludghborhood of 1.7 volts in a 
pure potassium-hydroxide solution, is lowca-ed by acetylene to 
1.22 volts. At this potential a reaction begins. It is possible 
in the same experiment to convert thf^ i)roc(!Ss into a quantita¬ 
tive one, if the tension is kept l)(d.we(!n 1.22 and 1.6 volts, a 
potential at which a second reaction begins, as shown by the 
sudden jump in the current stnuigth. At 1.35 volts formic 
acid is produced exclusively, according to the following equa¬ 
tion: 

C 2 H 2+6 OH =2 H 2 () + 2 HCOOH. 

In sulphuric-acid solution the proc(>ss proceeds differently. 
By conducting acetylene into sulphuric acid, ahkdiydc; is first 
produced. This causes a depolarization of alamt 0.19 volt. 
A quantitative oxidation of the ahlehycle to acetic acid occurs 
if the tension remains below the discharging tension of oxygen: 

C2H2+H2() = CIl 30 HO, 

CH 3 CHO +2 OH=CH:,COOH + II 2 O. 

Nothing is as yet known regarding the reduction of acetylene 
and the addition of halogens. 

2. Nitro-dertvatives op Hydrocarbons. 

The reduction of aliphatic nitro-hydrocarbons in dilute 
alcoholic sulphuric-acid solution has been accomplished by 
Pierron." The jS-alkyl-hydroxylamines are obtained at plati¬ 
num anodes and at a'temperature of 15°-20°: 

RNO 2 +4H - RNHOH + H 2 O, 

'■ Ztschr. f. Elektrochemie 7, 681 (1901). 

* BuU. 8 OC. chim. [3] 21, 780 (1899). 
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and ut 70°-75° tlio amines: 

RNO2+6H=RNH2+2H2O. 

Nitromethiane thus yields either methylhydroxylamine or 
inethylaiiiine. Wlien concentrated hydrochloric or sulphuric 
acid is used, hydroxylarninc and formaldehyde are formed, Le. 
th(i decomposition products of an oxime which was probably 
formed first: 


CII.,N02+2H = Cll2 : N0H+Il20 = NH20H + CH 30 . 


Under similar conditions nilroethane is converted into 
ethylliydroxylamine or (d,hylamine; and Vr-nitropropane into. 
,5-n-propylhydroxylamine or n-propylamine. 

3. Hydroxyl Compounds. 

Oxidation products arc principally to be expected with the 
aliphatic hydroxyl compounds as the lowest stage of oxidation. 
In fact, hydrog(m is evolved unused, even if the cathode and 
anode are not scjparated by diaphragms, while the oxygen is 
absorbed. 

Methyl Alcohol.—We are indebted to Renard,^ Almeida 
and DHu'ruin,^ Jaillard,^ Habermann * and Connell ® for numer¬ 
ous ex[)(Timents on the; (;lectrolysis of methyl alcohol. 

I'he re'sults f)btain(!d with methyl alcohol can be summed 
up as follows: Hydrogen bc'ing (;volved, the oxidation products 
ff)rmed are; 

1. In :u{U(;ous sulphuric-acid solution: Methyl formate, 
rnethylal, methyl acetatf*, acetic acid, and methyl-sulphuric 
acid, a litth; carbon dioxide and monoxide, but no formic 
aldehyde. 


> Uempt.. rend. 80, 10.5, 236 (187.5). 
=■ Ibid. 51, 214 (186.5). 

> Ibid. 58, 203 (1863). 

<Monat8ch. 7,2.59 (1886). 

» PogK. Ann. 36, 487 (1835). 
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Renard considers the formation of acetic acid as -'due to 
reciprocal action between the alcohol and carbon monoxide: 

CH3OH + CO = CH3 • COOH. 

Jahn ^ thinks the formation must be traceable to the presence 
of ethyl alcohol. 

2. In aqueous solution, on addition of potassium acetate 
(Habermann): Besides carbon dioxide; and carbon monoxide, 
methane and potassium methyl-carbonate. 

3. Without a solvent, by itself or witli the addition of a little 
alkali: Chiefly potassium carbonate; also hydrogen, oxygen, 
carbon monoxide, and carbon dioxide. 

While these experiments, which were carric'd out without 
giving a theoretical insight into the nature of the electro¬ 
chemical reaction, yielded almost all tin; possible; oxidation 
products in the oxidation of methyl alcohol, hllbs and Brunner 2 
have discovered a method wliich giv(;s 80% of the current 
yield in formaldehyde. This is exactly the substance wliich 
could not be proven present up to that time; among the electro¬ 
lytic oxidation products of methyl alcoliol. Itllbs and Brunner 
electrolyzed an aqu(;ous solution of ICO g. methyl alcohol 
and 49 to 98 g. sulphuric acid in a litre;, ddiey employed a 
bright platinum anode in an (;arth(;nware cylinder, using a 
current density of 3.75 amp.‘and a temperature of 30°. Only 
traces of formic acitl and carbonic acid and a little carbon 
monoxide, aside from the 80 per cent, of formaldehyde, were 
formed. Plating the platinum anode with platinum decreased 
the yield of formaldehyde at the expense of the carbon dioxide. 
With an anode of lead peroxide the carbon dioxide exceeded 
the aldehyde. 

Dony-H6nault,® by measuring the depolarizing action of 
the alcohol in 3 n-sulphuric acid, found no indications of the 


‘ Jahn, Grundriss d. Elektrochemie 291 (1894). 
’ Ztschr. f. Elektrochemie 6, 604 (1900). 

«Ibid., 533 (19001. 
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production of formaltleiiyde, and also obtained a negative 
result in an e.xpcrirnent. 

The significance of all tlic conditions, for instance the acid 
concentration, plainly follows from the different results of the 
last-named inv(‘.stigators. 

Ethyl Alcohol.—In the case of this alcohol the more impor¬ 
tant Hisults have been obtained by the investigators above 
iiKintioncd. Sclidnbein ^ and Becquerel,^ and Bartoli and Papa- 
Hogli-'* also later carried out some investigations on the same 
.sul)ject. The results of the researches are, in general, that the 
final products formed are the following: 

1. In sulphuric acid solution: Aldehyde, acetic ester, 

formic ester, ethylidene oxyethyl ether ^CHs—CH c^qq ^ ^ 

(Renard), and ethyl-sulphuric acid. 

2. Almeida and Dehdrain state that in the electrolysis of 
a nitric-acid solution they observed, in addition to these oxida¬ 
tion products, carbonaceous derivatives of ammonia at the 
negative pole. 

3. In hydrochloric-acid solution * chlor-acetic acids occur, 
in addition to the corresponding oxidation products (Riche ®). 

Habermann, on electrolyzing the alcohol in alkaline solution, 
obtained, besides carbon dioxide, an aldehyde resin (Liidersdorf 
and Conned ®) from which he isolated a body closely related 
to cinnamic aldehyde. In aqueous solution, on the addition 
of potassium aecitate, the alcohol was split up into ethane, 
potassium ethyl-carbonate, carbon dioxide, and acetic ester. 

Jaillard’' and Riche® proved the formation of aldehyde in 
sulphuric- and acetic-acid solution. In hydrochloric-acid solu- 

''roiniriiisi, Truit/i (I’lUectrochimie 726 (1889). 

’Compt. Nind. 81, 1002 (187.^) et al. places of Compt rend.; Tomma.si, 
Traitd <rKlectr()chiniic 720 (1889) 

* Wiedcin. Heihljltter 7, 121 (1882). 

‘ Fogs, Ami. 19, 77 (1830). 

‘Tornmast, Trait/- d’Eloctrochimie 728 (1889). 

’ Fogg. Ann. 36, 487; Fliil. Mag 18, 47. 

’ Compt. rend. .'>8, 203 (1864). 

•Tommaai, Trait/- d’Klectrochimie 728 (1889). 
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tion Liidersdorfi obtained ester like compounds containing 
chlorine. Dony-Henault ^ and Elbs and Jirunner® have .shown 
how to obtain certain products, depending upon definite con¬ 
ditions. While the former directed his aim to the anode 
potential, the latter sought to determine precisely the chemical 
factors whicli influence the reaction. 

Dony-Henault observed that alcohol is oxidized in sulphuric- 
acid solution already at an anode ])otential of 1.3 volts, as 
measured in connection with the hydrogcni electrode. The 
oxidation of acetaldehyde, on the contrary, recpiires a potential 
of 1.66 volts to convert the aldehyde into acetic acid. Hence, 
the alcohol can be oxidized only to aldehyde be;tween 1.3 and 
1.66 volts. The exporiiiKint j)roved that, wlu.'n a platinized 
platinum electrode is cmjdoycid, oidy acetahkihyde is formed, 
and this quantitatively. The aldeliyde yield decreases at 
a higher potential, the acid content of the electrolytes in¬ 
creases, and, at the same time, ethyl-sulphuric acid can be 
detected, as already shown by itenard. 1 Jony-Menault ascribes 
the formation of tliis acid to tlie discharge of the S 04 -ions. 
According to Elbs, a purely chemical action of the sulphuric 
acid (which becomes concentrated at the anode) on tlie alcohol 
is the more probable. 

Elbs and Brunner electrolyzed an aiiueous solution con¬ 
taining 5 g.-molecule efpuivalents of alcohol and 0.5-1 g.-rnole- 
cule eciuivalent of sulphuric acid. Tluy obtained acetalde¬ 
hyde, acetic acid, and carbon dioxide, but no carlion monoxide. 
Acetic acid is the principal product at a bright (polished) plati¬ 
num electrode. It Is formed with a current yield of over 80%, 
the yield of aldehyde amounting to about only one twentieth 
of the weight of the acetic acid. 

Iodoform from Ethyl Alcohol .—Chloroform and bromoform 
cannot be prepared electrolytically from alcohol (Elbs and 
Herz^). This Ls contrary to the claims of the D. R. P. No. 

‘ Pogg. Ann. 19, 77 (1830) 

’ Ztsehr f. Elektrochcmic 6, 633 (1900). 

• Ibid 6, 004 (1900) 

‘Ibid. 4, 118 (1897). 
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29771 (18S4). (Jougliliii ^ has substautially verified the results 
of Elbs in the ease of bromoform. He oljtainecl only small 
quantities of this body wliieh can be easily prepared electro- 
lytically from ac('toiie. The, formation of iodoform, on the 
contrary, takes place smoothly. It Ls obtained technically 
according to the alrovo-mentioned patent, hllbs and Herz 
have established the following conditions for tliis reaction. 

The course of the reaction is illustrated by the equation; 

cn,iCrr/)n+101+ 1 I 2 O ==01113+002+7 HI. 

I'lie (deefrolysis is best pcTformod as follows: A solution of 
13-15 g. calcined soda and 10 g. potassium iodide in 100 cc. 
water and 20 cc. alcohol is placed in a porous earthenware 
cylinder with platinum anode. The cathode, of nickel, is 
surrounfkid by a strong solution of sodium hydroxide. The elec¬ 
trolysis is carried out at a temperature of 70° C., with a current 
dc'nsity at tlie anofle of 1 amp. per 100 sq. cm., and is continued 
for 2-3 hours. After several hours the iodoform crystallizes 
out, the current yield being from 60-70 per cent. The chief 
by-product remaining in the mother li(|uor is sodium iodatc;. 

The reduction of the iodoform by the electrolytically gener¬ 
ated hy<lrogen is insignificant, according to the observations 
of Forster and Mewes.^ 

This behavior pfumits the discarding of the earthenware 
cylinder. It suffices to envelop the cathodes with parchment 
pafHT, whereby th(^ r(‘sistaiicc and the consunq)tion of electrical 
energy is considerably diminished. The diffusion of the free 
alkali hy<lroxid(* away from the cathode necessitates tlie continu¬ 
ous introducf ion of carbonic-acid g;is, becausr! caustic alkali pre¬ 
vents the formation of iraloforra, while carbonate promotes it. 
When using the cf)vered cathodes, 20 g. calcined soda, 20 g. 
potaasium ifxlide, and 50 cc. alcohol in 200 cc. water are 
electrolyzed at a teiiqxirature of 5()°-70°, a current of carbonic- 
acid gas Ixung conductcfl into the solution between anode and 

* Am. Chern. Journ. 27, 03 (1901). 

’Ztechr. f. Elektrochemie 4,208 (1897). 
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cathode. The current density at the platinum anode can be 
from 1 to 3 amp., at the platinum cathode 4 to 8 amp., for 
100 sq. cm} The current yield is about 80%. A series of 
secondary reactions, which are not mentioned in the above 
equation, occur in this process. The hydriodic acid reacts with 
the soda, liberating carbonic acid and forming sodium iodide, 
which in turn is subject to decomposition. The iodine is con¬ 
verted at the anode into hypoiodite which converts the alcohol 
by oxidation and substitution into iodoform. Alkali-iodate is 
also formed by oxidation of the hypoiodite. 

The reaction is the same as that involved in the usual 
chemical preparation of iodoform, whercd^y a colorless solution 
of hypoiodite (obtained by dissolving iodine in a sufficient 
quantity of potassium-hydroxide solution) is made to react with 
alcohol. The decomposition potential of potassium iodide, 
investigated by Dony-Hcmault,^ shows that the iodine as such 
does not act on the alcohol, but only after its conversion 
into hypoiodite. The iodine ions are set free at the same 
anode potential no matter if alcohol is added or not. The 
alcohol does not act as a depolarizer towards the iodine ion; 
the electrical iodoform synthesis is a typical secondary 
process. 

Preparation of Chloral —Chloral is obtained according to a 
process^ devised by the Chemische Fabrik auf Aktien (vorrn. E, 
Sobering), if alcohol is permitted to flow into the anode chamber 
of the cell during the electrolysis of a potassium-chloride solu¬ 
tion. Glucose, starch, and sugar thus also yield chloral. 

Incidentally it may also be mentioned that Sand and 
Singer ^ have prepared alcohols electrolytically by reducing the 
mercuric-iodide compounds of alcohols. The cathode is a 
large sheet of platinum which is imme|*sed in the solution of 

^ Elba, tFbungsbeispiele fur die elektrolytische Barstelliang chemischer 
Praparate (Halle, 1902), 95. 

* Ztschr. f. Elektrochemie 7, 57 (1900). 

* Elektrochem. Ztschr. 1, 70 (1894). 

^Ber. d. deutsch. chem. Gesellsch. 85,3179 (1902), 
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the iodide in a 10% potassium-hydroxide solution: 

IHgCHs • CH2OH + 2 H = Hg + HI + C2H5OH. 

Propyl Alcohol.—n-Propyl alcohol offers a considerably 
greater resistance to electrical oxidation than methyl or ethyl 
alcohol, according to experiments made by Elbs and Brunner.^ 
Propionic acid is formed as the principal product, with a cur¬ 
rent- yield of over 90%, at bright (polished) and platinized 
platinum anodes, as well as at lead peroxide anodes when the 
alcohol is electrolyzed in sulphuric-acid solution. A little pro¬ 
pionic aldehyde also occurs at lower current densities. The 
formation of carbon mon- and dioxides is likewise very insig¬ 
nificant. 

Isopropyl Alcohol, under conditions similar to the above 
electrolysis of n-propyl alcohol, decomposes in accordance with 
the equations: 

I. CH3CH(0H)CH3+0=CH3C0CH3+H20; 

II. CH3C0CH3+30=CH3C00H+HC00H; 

III. HC00H + 0=C02+Pl20. 

Acetone, acetic acid, formic acid, and carbonic acid are formed. 
The oxidation takes place more easily than in the case of the 
primary alcohols, and yields up to 70% acetone, which, however, 
is readily oxidized further. In alkaline electrolytes the alcohols 
are converted at the anode into complicated condensation 
products of the aldehydes. 

Isoamyl Alcohol. — The amyl alcohol produced during 
fermentation was likewise exposed by Elbs and Brunner to 
the anodic current action in sulphuric-acid solution. It is 
converted into isovaleric acid with a current yield of about 
80%. Some carbonic acid also formed, but isovaleric aldehyde 
was not present under the chosen conditions. 

Glycol.—Of diatomic alcohols only glycol seems to have 
been the subject of investigation. Benard^ observed in the 

^ Ztschr. f. Elektrochemie 6, 608 (1900), 

2 Aim. chim. phys. [5] 17, 303, 313 (1879); Compt. rend. 81, 188 (1875), 
82, 562 C187CL 
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electrolysis of a sulphuric-acid solution of glycol, besides the 
formation of hydrogen, carbon mon- and dioxide, and oxygen, 
that trioxymethylcne, glycolic acid, fortnic acid, and a sub¬ 
stance isomeric witli-glucose were pniscmt in the solution. 

In phosphoric-acid solution the results tiro, siinilar. 

Glycerin.—llenard ^ also invesstigated tin; behavior of glycerin. 
In the electrolysis of a dilute sulphuric-acid solution he obtained 
besides the gases, hydrogen, o.xygciii, carbon monoxide and 
dioxide,—trioxymetliyleiui, formic acid, atadic ac.id, glyceric 
aldehyde, and a body to whoscs barium compound lie gave the 
formula (C3H304)2Ba (glyceric acid?), h'urther electrolysis of 
glyceric aldehyde gave the ordinary oxidation products, and, 
as in the case of glycol, a substance closcdy T-elatcd to ordinary 
glucose. Stone and McCoy ^ found similar results in acid 
solution. 

Bartoli and Papasogli ^ repeated the.s(‘ exjieriments, varying 
the material of the electrodes, and obtained the following 
results: 

Carbon anode and platinum cathode gave trioxymethylene, 
formic acid, glyceric acid, a substance similar to glucose, and a 
resin. 

Graphite and platinum clectrock'S yielded the same products, 
but a larger per cent of formic acid was formed on using the 
latter. Mellogen was formed at tlie po.sitive electrode. 

Experiments on the electrolysis of glycerin in iUkaline solu¬ 
tion were made by Werther,^ Ihiiiard,^ Voigt,® and Stone and 
McCoyAs principal products there resulted acrolein and 
acrylic acid, besides glyceric aldehyde or its condensation 
products, and glyceric acid, graphitic acid, formic acid and, 
according to Voigt, also propionic acid. 


> Ciompt. rend. 81, 188 (1878), 82. 802 (1878). 

* Amer. Chem. Joum. 15, 656 (1893), 

« Gazz. chim. IS, 287 (t8a3). 

* Journ. prakt. Chem. 88, 151 (ISfiS). 

® Compt. rend. 82, 562 (1876). 

® Ztschr. f. angew, Chemie 107 (1894). 

^ Amer. Chem. Jonra. 15, 656 (1893). 



ELECTEOLYSIS OP ALIPHATIC COMPOUNDS. 


65 


Macmite.—^This hiexatomic alcohol has been investigated 
by Renard.i Bizzarini and Campani^ have published the re¬ 
sults of an investigation on erythrite. 

In the electrolyzed fluid from mannite Renard obtained 
formic acid, trioxymethylene, oxalic acid, a sugar isomeric with 
glucose, and an acid, CeHsOs, which he regarded as the aldehyde 
of saccharic acid. He could not detect mannonic acid. 
Erythrite is oxidized to a great extent. 

4. Derivatives of the Alcohols. 

Mercaptans. — Bunge ^ electrolyzed the alkali salts of 
ethyl and methyl mercaptans and observed the formation 
of disulphides at the positive pole. In the case of the sulpho- 
compounds, however, the free acids were generated. 

Methyl-Sulphuric Acid.—^This acid, investigated by Eenard,^ 
yielded hydrogen at the negative pole, while formic acid, carbon 
dioxide, carbon monoxide, and trioxymethylene, besides free 
sulphuric acid, were found at the positive pole. 

Potassium Trichlormethyl-Sulphate.—^This compound, elec¬ 
trolyzed by Bunge,® gave hydrogen and alkali at the negative 
pole; and at the positive pole oxygen, carbonic-acid gas, 
chlorine, sulphuric acid, and perchloric acid. 

Potassium Trichlonnethylsulphonate.—^This salt was elec¬ 
trolyzed by Kolbe ® in neutral concentrated aqueous solution 
and gave the following results; 

The solution became strongly acid and contained free hydro¬ 
chloric and sulphuric acids. Hydrogen was gradually evolved 
at the negative pole. After the decomposition was complete 
the solution contained potassium perchlorate, which was also 
observed in the ease of potassium trichlormethyl-sulphate. 


‘ Ann, chim. pliys. [5] 17, 289, 316 (1879). 

2 Gazz, chim. 13, 490 (1883). 

® Ber. d. deiitsch. chem. Gesellsch. 3, 295, 911 (1870). 
^ Ann. chim. phys. [5] 17, 289 (1879). 

® Ber. d. deutsch. chem. Gesellsch. 3, 911 (1870). 

® Joum. prakt- Chem. 62, 311 (1854). 
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Ethyl-Sulphuric Acid.—Ethyl-sulphuric acid, on being sub¬ 
jected to electrolysis gave, according to Renard,^ at the negative 
pole hydrogen, and at the positive pole acetic acid, some formic 
acid, aldehyde, and sulphuric acid. In concentrated solution a 
greater proportion of acetic acid was formed. The potassium 
salt on electrolysis breaks up, according to Hittorf,^ into the 
ions K- and -OSO 2-002115. 

By using a diaphragm, Guthrie ^ obtained aldehyde and 
carbonic acid at the anode. 

Ethyl-Phosphoric Acid yielded Renard ^ carbonic acid, 
aldehyde, and free phosphoric acid. 

Potassium Isoamyl-Sulphate, according to Guthrie,^ is de¬ 
composed into oxygen, valeric acid, and sulphuric acid, while 

Potassium Isoamyl-Phosphate is split up into valeric acid 
and phosphoric acid. 

Potassium Isethionate breaks up (Bunge into hydrogen 
and free acid. 

5. Aldehydes, Ketones, and their Derivatives. 

(a) Aldehydes. 

Aldehydes occur as oxidation products of primary alcohols. 
They are readily converted into acids and give, when reduced, 
primary alcohols. The ketones, the oxidation products of 
secondary alcohols, are oxidized with difficulty. They can 
only be converted into acids by simultaneously splitting up 
the carbon chain. On being reduced they are again converted 
into secondary alcohols. This behavior is also apparent upon 
electrolysis; however, the reaction becomes more complicated 
as the molecule becomes more complex by an enlargement of 
the carbon chain and the entrance of substituents. Extensive 
decompositions then occur readily and the decomposition prod- 


‘ Ann. chim. phys. [5] 17, 289 (1879). 

’ Pogg. Ann. 106, 530 (1859). 

» Lieb. Ann. 99, 64 (1856). 

*Ber. d. deutsch ehem. Gesellsch. 3, 911 (1870). 
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ucts, which are, naturally, often neither aldehydes or ketones; are 
changed further in accordance with their individual nature. 
Aldehydes and ketones (like the alcohols) are non-electrolytes, 
and act merely as depolarizers. The acids, however, which 
are formed by the reaction, often play a decisive part in the 
current conductivity, so that more thorough experiments are 
required in many cases to fully learn the conditions electrically 
dominating. 

The fact that aldehydes occur among the reaction products 
of the alcohol electrolyses is perhaps the reason why they have 
rarely been chosen as the starting-point in special experiments. 
Considering the iniportant l ole the aldehydes play as intermedi¬ 
ate members of syntheses, the treatment of this subject would 
be highly remunerative, particularly 'with the aid of potential 
adjustments at certain values. More attention has recently 
been given to work on the ketones. 

Derivatives of Formaldehyde and Acetaldehyde.—According 
to Tafel and Pfeffermann,^ the phenylhydrazones of aldehydes 
are readily converted into amines by reduction in sulphuric- 
acid solution at a lead cathode. Thus ethylidene phenyl- 
hydrazine yields about 60 % of the theoretical percentage of 
pure ethylamine salt. The decomposition of glyoxime is more 
complicated. Besides ammonia and. glyoxal and a small 
quantity of an acid (glyoxylic acid ?) there is formed as the 
principal product the crystalline sulphate of a base, C2H8O2N2, 
the nature of which could not be determined with certainty. 
Ethylenediarnine is not formed. Nor was a diamine obtained 
from methylglyoxime. 

The condensation products of aldehydes with ammonia or 
amido-compounds arc easily reduced to amines in sulphuric-acid 
solution at lead cathodes. Thus hexamethylenetetramine yields 
methylamine (Knudson ^); ethylideneimine, ethylamine; the base 
from acetaldehyde and ethylamine, diethylamine. Aromatic 
aldehydes behave similarly. The Farbwerke vorm. Meister, 


1 Her. d. deutsch. Gesellsch. 35,1510 (1902). 
*D. R. P. No. 143197 (1902). 



.68 


ELECTROCHEMISTRY OF ORGANIC COMPOUNDS. 


Lucius and Br lining ^ obtain the same effect in neutral or am- 
moniacal solution of the condensation products of fatty alde¬ 
hydes with ammonia. 

Chloral Hydrate .— Tommasi^ electrolyzed a sulphuric-acid 
solution of chloral hydrate and was able to detect the presence 
of hydrochloric acid. On using diaphragms an abundance of 
chlorine was evolved at the anode, and acetalhedyde collected 
at the cathode. 

Grape Sugar.—^This sugar (investigated by Renard on 
being subjected to the action of the current broke up into 
carbon mon- and dioxide, formic acid, trioxymethylene, and 
saccharic acid. O’Brien Gunn ^ mentions that the aqueous 
glucose solution is converted by cathode reduction into mannite: 

C6Hi206+2H=C6Hi406. 

Cane Sugar.—On electrolyzing a concentrated solution of 
cane sugar, Brester ® found that the solution turns strongly 
acid and acquires reducing properties, very little carbon di¬ 
oxide being evolved. He was imable to determine the nature 
of the substance which he isolated by distillation, and which 
was free from formic and acetic acids. Continued electrolysis 
produced further oxidation. 

The same author made some experiments on the electrolysis 
of dextrine, gum arabic, and collodion, but obtained no note¬ 
worthy results. 

The general impression gained from these investigations is 
one of successive oxidation. The electrolytic oxygen gradually 
oxidizes the substances, the final product being carbon dioxide. 
Intermediate products are formed during the electrolysis, their 
quantity varying with the duration of the electrolysis. In fol¬ 
lowing out these processes it. is of especial importance imme¬ 
diately to withdraw the electrolyzed liquid from the action 

‘ D. R. P. No. 148054 (1903). 

2 Tommasi, Trait6 d'EIectrochimie 741 (1889). 

® Ann. chim. phys. [5] 17, 289 (1879). 

^D. H. P. No. 140318 (1900), 

® Bull. soc. cMm. 8, 23 (1866). 
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of the current, in the manrier practiced by Miller and Hofer/ 
by allowing the solution to flow slowly over the electrodes. 
Experiments of this nature have not yet been made here. 

Ulsch^ has made some observations on the complete elec¬ 
trochemical oxidation of cane sugar to carbonic acid and water. 
In a sulphuric acid of 1.15 sp. gr., with the addition of manganese 
sulphate as an oxygen-carrier, about 98% of the theoretically 
calculated amount of carbonic acid is obtained. The oxidation 
at 40°“80® in barium-hydrate solution is also fairly complete, 
but not directly to carbonic acid; oxalate appears also to be 
formed. 

The apparently successful attempts at electrical purification 
of sugar juice, for which a large number of patents ^ have been 
taken out, may be briefly mentioned here. The gist of the 
various methods lies, on the one hand, in the destruction of 
the impurities by oxidation at the anode, and, on the other 
hand, in the production of precipitates which carry down 
colored organic substances and facilitate crystallization of the 
sugar by eliminating these impurities. 

5. Ketones, 

Acetone.—Triedel,^ by electrolyzing a sulphuric-acid solu¬ 
tion of acetone, obtained carbonic acid, acetic acid, and formic 
acid. Mulder ^ and Riche ® were able to isolate mono- and 
dichloracetone from the hydrochloric-acid electrolyte, and 
monohromacetone from a hydrobromic-acid solution. 

These older investigations are supplemented by more recent 
researches with more exact results. 

According to a process patented by E. Merck,^ acetone is 


^ Ber. d. deutsch. chem. Gesellsch. 27, 461 (1894). 

^Ztschr, f. Elektrochemie 5, 539 (1899). 

nhid. L 251 (1894), 3, 16 (1896); Jahrb. d. Elektrochemie B, 322 
(1896), 8, 628 (1901). 

' Lieb. Ann. 112, 376 (1859). 

® Jahresb. f. Chemie 339 (1859). 

® Compt. rend. 49, 176 (1859). 

^D. R. P. No. 113719 (1899). 
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reduced in acid and alkaline solution at a lead cathode to 
isopropyl alcohol and pinacone. The yields of the latter, 
however, are better in acid solution. Al)out 40 parts of 
isopropyl alcohol and 20 parts of pinacone are obtained from 
100 parts of acetone, if a sulphuric-acud ek'c.trolyte is employed. 
The reactions take place according to the eciuations: 

1. CH3CO€IT.-i+2H ^0H.30II(()IT)CH3, 

2 . 2 CH 3 COCH 3 + 2 II = 0 H 3 CX()H)CH 3 

I 

crrydfoniCH.-,. 

The claims of the pahmt were vcu-ified l)y I'llhs.i Elbs and 
Brand 2 publish the following (kdails; In a 10% sodium-hydrox¬ 
ide solution the reduction of acetoiu? af a I(>ad eathodc! proceeds 
even with a low current (kuisity, hydrogtsi Ixung continually 
liberated. The yield of isojmofjyl alcohol and pinacone is 
small; and the by-products an; mcsityk)xid(>, jdiorone, and 
other condensation products. Al)out 120 g. f>ure isopropyl 
alcohol and GO g. pinacone hydrate; w(‘re obtained in dilute 
sulphuric-acid solution from GOO g. ac.(;ton(‘, kiad cathodes 
being also used in this case. At m(;rcury cathod(;s the reduc¬ 
tion of acetone leads to a smooth conv(;r,sion into isoprojiyl 
alcohol (TafeP), without appreciahk; (|uantities of pinacone 
l)eing formed. The cathode electirolytf* was 40% sulphuric 
acid. The experiments W(;re madr; by k(;(;i)ing the solution 
cool with ice. 

Richard * reverts to the atU;m{)ts of Mukler and Riche to 
prepare halogen compounds of act;tone. These substitution 
processes occur, of course, at the anode. With a low anode 
current density and in concentrated hydrochloric-acid solution 
(3 vol. acetone to 2 vol. hydrochloric acid) monocliloracetone 
is produced, the fluid lx;ing iee-cooled, and unattackable elec- 

‘ Ztschr. f. Elektrochemie 7, 044 (1901). 8ee also Elbs and Schroitz, 
Joum. f. prakt. Chem. 51, ,’»91 (1805). 

’ Ztschr. f. Elektrochemie 8, 783 (1902). 

• Ibid., 288 (1902). 

‘ Compt. rend. 133, 878 (1901). 
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trodes without diaphragms employed. Monobromacetone is 
obtained in a similar manner, but a diaphragm and a some¬ 
what higher temperature (35'’~40°) are advantageous in its 
prei)aration. 

Chloroform .—^Teeple ^ has verified the claims of Schering^s^ 
patent as to the preparation of chloroform from acetone. The 
solution of the problem consisted simply in electrolyzing a 
solution of a chloride in the presence of acetone under condi¬ 
tions that would continuously give the greatest possible yield 
of hypochlorite. The most important conditions for this 
purpose are a temperature below 25®, a solution containing 
no alkali, or as little as possible, a high current density at the 
cathode, and a comparatively low one at the anode (Oettel, 
Forster, etc). Teeple gives the following details: In an 
ordinary cylinder of 150-200 cc. capacity place 100 cc. water, 
20 g. sodium chloride, and 4 cc. acetone; a platinum cylinder 
serves as anode, and a platinum wire as cathode; close the 
vessel with a cork connected with a reflux condenser; cool the 
apparatus with running water and electrolyze, passing in a slow 
stream of chlorine as needed to neutralize the alkali; anode 
current density about 6 amp. per sq. dm. or less. After 8 
to 10 hours a layer of chloroform may be removed from the 
bottom of the electrolyte. 

The electrolysis of a calcium-chloride solution in the presence 
of acetone would be the best method of forming chloroform 
if the high resistance due to the deposits forming on the cathode 
could be overcome in some way. 

Bromoform .—As already mentioned, bromoform is not formed 
from alcohol under the conditions which are suitable for the 
pref)aration of iodoform. It is possible, however, to convert 
acetone quantitatively into bromoform (Coughlin^), if acetone 
and potassium bromide are subjected in aqueous solution at 
25® to the anodic current action and soda is gradually added. 
A diaphragm is used. More thorough experiments on this 

' Journ. Amer. Cliem. Soc. 2C, 536 (1904). 

2 D. R. P. 29771 (1884). 

2 Am. Chem. Joum. 27, 63 (1902). 
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method were carried out by Muller and Loebed They showed 
that the diaphragm becomes unnecessary if a strong current 
of carbonic-acid gas is passed through the electrolytes kept at 
15°“17°. They thus obtained a current yield of 90.2% brorno- 
form. With a lower yield, oxidation and further bromiriation 
occurs besides the formation of bromoform. This ]a.tter takes 
place in stoichiometrical proportions according to the equation 

CH3COCH3 + 6Br -h H2O =CHBr3 + CH3COOH + 3 HBr, 
or in the form of an ionic equation, 

3Br' + 60 + H 2 O +CH 3 COCH 3 =CHBr 3 +CH 3 COOH+3H-. 

This formula is not intended to show that the acetone acts 
directly as a depolarizer of the bromine ion. The reaction 
mechanism has not yet been completely elucidated. 

Iodoform"^ from Acetone. —^Teeplc^ mentions a method by 
which almost the theoretical yield of iodoform can be obtained 
by the electrolysis of a potassium-iodide solution in the presence 
of acetone. No diaphragm is required, the essential feature 
being the gradual addition of a substance like hydrochloric 
acid, hydriodic acid, or, better, iodine, to neutralize the excess 
of potassium hydroxide as fast as it is formed. The tempera-, 
ture is kept below 25®, and the electrolyte thoroughly stirred; 
in fact the same current conditions should be observed as in 
the case of chloroform above mentioned, the aim in this case 
also being to maintain the conditions always favorable for the 
production of a maximum amount of hypoiodite. 

Oxidation of Ketoximes.—^According to an investigation 
made by J. Schmidt,^ ketoximes, on electrolysis in dilute sul¬ 
phuric-acid solution, are decomposed in such a way that pseudo- 
nitroles are formed besides other nitroso-compounds. If 
acetoxime is oxidized at a temperature not over 10® in a 2% 

^ Ztschr. f. Elektrochemie 10, 409 (1904). 

2 See also p. 60. 

^ Joum. Amer. Chem. Soc. 26, 170 (1904). 

* Ber. d. deutsch. chem. Gesellsch. 33, 871 (1900). 
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sulphuric-acid solution, using a platinum anode, and an earthen¬ 
ware cell as diaphragm, the anode fluid is soon colored blue; 
at the same time a white crystalline substance is precipitated 
upon the anode. This substance is propylpseudonitrole,, 

(CH 3 ) 2 C<(^^q^- This was formed perhaps in the following: 

manner: 

4(CH3) 2 C: NOH+ 3 N 2 O 4 = 4(CH3) 2C<(JJq^ + 2 H 2 O + 2NO. 

A part of the acetoxime will split up upon electrolysis, oxides' 
of nitrogen being given off, and these latter in the nascent 
state will convert any unchanged acetoxime into propylpseii- 
donitrole. A blue nitroso-compound can be isolated from the 
anode solution. A diaphragm is unnecessary in these experi¬ 
ments. Diethylketoxivie and methylethylketoxime behave just 
like acetoxime. 

Isopropylamine is formed in the reduction of acetoxime in 
sulphuric-acid solution at a lead cathode (Tafel and Pfeffer- 
mann ^). This process is a general one. The electrolytic 
reduction of ketoximes leads, like that of the aldoximes and 
phenylhydrazones, to the final formation of amines. About 
66% of the theoretically possible quantity of isopropylamine 
is formed from acetoxime; acetonphenylhydmzone gives about 
the same yield. 

Glyoximej OHN = CH:CH:NOH, under similar conditions,, 
yields, as the chief product (about 60% yield) a substance 
whose reactions probably characterize it as /9-ethylenedihy- 
droxylamine: 


CH:NOH CH 2 NHOH 

I - 1 - 2H2 ~ I 

CH:NOH CH 2 NHOH. 

The electrolyte also contains ammonia, glyoxal, and small 
quantities of acid (glyoxalic acid). 


^ Ber. d. deutsch. chem. Gesellsch. 35, 1510 (1902); see also D. R. P. 
No. 141346 (1902). 
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Isonitrosoacetone. — Ahrens and Meissner ^ electrolyzed 
isonitrosoacetone, CH3COCHNOH, in sulphuric-acid solution 
to obtain amidoacetone. However, a poor yield of dimeth 3 dpy- 
razine, C 6 H 8 M 2 (ketine) was obtained. 

Methylethylketone. — This substance, reduced at a lead 
cathode in the same manner as acetone by Elbs and Brand,^ 
gives very unfavorable results in alkaline solution. In sul¬ 
phuric-acid solution, although the yield is insufficient, there 
w^ere obtained the modification of methylethylpinacone melting 
at 50°, 

CH3V /CH3 

>C(OH) -C(OH)<; 

C2H5/ \C2H5, 

and secondary butyl alcohol, CH 3 CH(OH)-CH 2 -CH 3 . 

Acetylacetone.— This is said to pass, in alcoholic solution, 
into tetracetylethane (Mulliken : 

CH3 “ COv CH3COV /CO - CH3 

2 >CH 2 = >CH-CH< +H2. 

CH3-CO/ CH3CO/ \CO-CH3 

The substance therefore breaks up into H‘ and (CH 3 CO) 2 CH'; 
the anions unite at the anode to the resulting compound. 

Acetylacetondioxime, in a 30% sulphuric acid at a lead 
cathode, is converted into dimethylpyrazolidine and 2.4-dia- 
minopentane (Tafel and Pfeffermann 


CH 3 

CH 3 

.CH 3 t 

C:N-OH 

1 

CH-NH 

CH-NH2 1 

1 

CH 2 

1 

CH 2 1 

(^Ha 

C;N-OH 

CH-NH 

1 

CH-NH2 

1 

CH 3 

1 

CHg 

1 

CH 3 


Acetylacetonedioxime. Dimethylpyrazolidine. Diaminopfetane. 

Pyrazolidine is the chief product. 

^ Ber. d. deutsch. chem. Gesellsch. 30, 532 (1897). 

^ Ztschr. f. Elektrochemie 8, 786 (1902). 

^ Amer. Chem. Journ. 15, 323 (1893). 

^ Ber. d. deutsch. chern. Gesellsch. k>. 219 (1903). 
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6. Acids. 

While the substances thus far discussed are active only as 
depolarizers, but not as electrolytes, the conditions are different 
in the case of acids and their salts. These are primarily elec¬ 
trolytes ; their ions take care of the current conductivity and 
are first separated or brought into reaction at the electrodes. 
In general, hydrogen ions are discharged at the cathode when 
acids form the electrolyte, and metal ions in the case of salts; 
acid-radical ions are discharged at the anode. The latter have 
the form RCOO and are subject to a series of reaction possi¬ 
bilities. By reacting with water the acid is again regenerated, 
oxygen being evolved* 

RCOO + H 2 O = RCOOH -h OH. 

Often, however, two anions unite, carbon dioxide being split off: 
2 RCOO-R 2 + 2 CO 2 , 

wherein, if R is a hydrocarbon radical, like methyl, ethyl, etc., 
hydrocarbons are formed having double the number of carbon 
atoms contained in the radicals united with the carboxyl 
group. Thus ethane is synthecized from acetic acid. This 
simple form of reaction is often not the predominating one, 
which will be explained more fully under the separate sub¬ 
stances. 

An acid can often develop acid properties at other than the 
carboxyl groups, e.g. hydroxyl and methylene groups. In 
that case there must occur the corresponding ions which are 
able to direct the reaction in entirely different channels from 
those mentioned. Thus, as is well known, the methylene group 
placed between two carboxyl or ester groups is capable of 
forming salts. Such salts as, for instance, sodium diethyl- 
malonic ester, behave, on electrolysis, in a manner analo¬ 
gous to that of the salts of carboxylic acids. By determining 
their conductivities, Ehrenfeld ^ has recently proved that the 


^ Ztschr. f. Elektrochemie 9, 335 (1903). 
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methylene groups of succinic acid, malonic acid, and glutaric 
acid are capable of forming hydrogen ions. 

The first successful experiments in the electrolysis of ali¬ 
phatic carboxylic acids were made by Kolbe.^ These experi¬ 
ments are supplemented by the researches of Kekule,^ Brown 
and Walker,3 Mulliken,^ and Weems, ^ who amplified our knowl¬ 
edge regarding this subject which, still further investigated 
in the most varied directions by a number of investigators, 
has yielded valuable results. 

Carbonic Acid.—Carbonic acid deserves mention here be¬ 
cause it can be converted electrolytically into formic acid. 
Royer ® observed its formation at zinc and zinc-amalgam elec¬ 
trodes in the electrical reduction of carbonic acid dissolved 
in water, a current of the gas being conducted through the latter 
during electrolysis. Klobukow ^ was likewise able to prove 
the presence of formic acid in water which was electrolyzed 
and through which a current of carbonic-acid gas was passed. 

Lieben ® has made extensive experiments on tlie reductivity 
of carbonic acid. He obtained formic acid as the sole reduction 
product of carbonic acid. The supposition of Bach ® that 
formaldehyde must also be formed is false. Tlie formation 
of formaldehyde was never proved. Quite recently Coehn 
and Jahn have shown that formic acid is the only 
tangible reduction product. They succeeded in obtaining 
quantitative current yields, using carefully prepared amal- 
gated zinc electrodes, as already previously employed by 
Royer, and using a cold saturated potassium-sulphate solution 
as electrolyte. According to Constam and Iiansen,^i potassium 

‘ Lieb. Ann. 69, 257 (1849), 113, 244 (1860). 

2 Ibid. 131,79(1804). 

= Ibid. 261, 107 (1891), 274, 41 (1893). 

* Amer. Chem, Journ. 15, 523 (1893). 

5 Ibid. 16, 569 (1894). 

®Compt. rend. 70, 731 (1870). 

^ Joum. f. prakt. Chem. [2] 34, 126 (1887). 

» Monatshefte f. Chem. 16, 211 (1895), 18, 582 (1897). 

• Compt. rend. 126, 479 (1898). 

^°Ber. d. deutsch. chem. Gesellsch. 37, 2836 (1904). 

Ztschr. f. Elektrochem. 3, 137 (1896), 3, 445 (1897). 
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percarbonate is formed when a saturated solution, of potassium 
carbonate is electrolyzed at -10° to —15°, particularly at a 
high current density, the anions KCO 3 uniting when set free: 


2KC03=K2C206= I 

>CO 

KO/ 

The potassium salt is precipitated as a blue powder. It has 
not been possible to isolate other salts and free perearbonic 
acid. The experiments of Salzer,^ however, indicate that the 
free acid may' occur perhaps intermediately. He proved the 
presence of active oxygen in a solution of potassium bicarbonate 
through which was passed a, continuous current of carhonic- 
acid gas. 

1. Monobasic Acids, CnH2«02. 

Formic Acid.—This acid and its salts have been the sub¬ 
jects of thorough electrolytic investigations. These were 
carried out chiefly by Brester,^ Renard ^ and Bourgom,^ Bar- 
toli and Papasogli,^ Jahn,® etc. 

The progress of the decomposition is accompanied by the 
evolution of carbon dioxide and ox^^gen at the positive pole 
and hydrogen at the negative pole. The quantitative relations 
of the decomposition products vary with the concentration of 
the solution and the density of the current. The reactions 
occur according to the following equations • 

HCOOH=HCOO+H, 

2HCOO+H20=2HC00H+0, 

HCOO + OH=H20+C02. 


‘ Ztschr. f. ElektrocLein. 8, 902 (1902). 
’ Ztsdii. f. Chem. 60 (1866). 

' Ann. chim. phys. [5] 17, 289 (1878) 

‘ Ibid. [4] 14,157 (1868). 

“ Gazz. ehim. 18,22,28 (1883). 

• Wied. Ann. (S, F.) 37,408 (1889). 
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It is therefore theoretically impossible to effect the com¬ 
plete decomposition of the formic acid present. In the elec¬ 
trolysis of sodium formate, carbon dioxide and formic acid 
are in fact always formed at the positive pole and hydrogen 
and sodium hydroxide at the negative pole. 

A splitting up of the anions HCOO into H and CO 2 at the 
anode does not occur, since the oxidizing hydroxyl ions split 
off the hydrogen as water (Hofer and Moest ^). The discussion 
of the other salts is unnecessary since their behavior is quite 
analogous. 

The dependence of the decomposition of formic acid upon 
the conditions of the experiment has been investigated by 
Petersen ^ and Salzer.^ 

Petersen found that, if the solution was concentrated, the 
current strength exercised only a trifling influence on the 
decomposition phenomena in the electrolysis of sodium formate. 
According to Salzer^s researches, formic acid in sulphuric-acid 
solution cannot completely suppress the evolution of oxygen 
at a platinized anode. Sodium formate is for the most part 
converted into carbonate; in neutral solution small quantities 
of percarbonate are also formed. 

Formic ester in sulphuric-acid solution is attacked only 
with difficulty in the cathode chamber (Tafel and Friedrichs ; 
acetic ester, cyanacetic ester, and phenylacetic ester, it may 
be remarked here, are not attacked at all- 


Acetic Acids. 

Acetic Acid.—Glacial acetic acid is a poor conductor of elec¬ 
tricity. According to Lapschin and Tichanowitsch,^ its de¬ 
composition when effected by 900 Bunsen elements yields at 
the anode carbon mon- and dioxide, and at the cathode carbon 


1 Lieb. Ann. 323, 284 (1902). 

2 Ztschr. f. phys. Chem. 33, 106 (1900). 

2 Ztschr. f. Elektrochemie 8, 893 (1902). 

* Ber. d. deutsch. chem. Gesellsch. 37, 3187 (1904). 
® Neue Peters. Acad. Bull. 4, 81 (1861). 
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and a small quantity of a gas tke nature of which was not 
established. 

Bourgoin/ on electrolyzing the dilute acid, observed hydro¬ 
gen at the negative pole and oxygen, carbon dioxide;, and traces 
of carbon monoxide at the positive pole. 

The reactions involved in the decomposition of the alkali 
salts are more interesting. Kolbe,^ on decomposing a concen¬ 
trated solution of potassium acetate, obtained a hydrocarbon 
in addition to other decomposition products. According to 
the idea then prevailing, acetic acid underwent oxidation in 
the sense that it was thereby changed into carbon dioxide 
and methyl, both of which appeared at the positive pole, while 
at the negative pole only hydrogen was evolved, and a part 
of the methyl was oxidized to methyl oxide. The hydro¬ 
carbon evolved was in fact ethane, which always accompanies 
the decomposition of potassium-acetate solutions, while the 
other decomposition products formed vary with the density 
of the electric current and the temperature of the solutions. 
Thus Kolbe identified methyl ether and methyl acetate in 
the solution, while Bourgoin observed no decomposition products 
other than carbon monoxide and dioxide. Jahn,^ who em¬ 
ployed currents of very low electrode density, obtained by the 
electrolysis of an almost saturated solution of sodium acetate 
only carbon dioxide, ethane, and hydrogen. The formation 
of ethane can be explained by assuming either the direct oxida¬ 
tion of the acetic acid. 


or the decomposition of the smion, 


CHaCOOX 

CH3COO/ 


=C 2 H 6 + 2 CO 2 . 


. ^ Ann. chim. phys. [4] 14,157 (1868). 

» Lieb. Ann. 6^. 279 (1849). 

Gruiidriss d. EleLtrochemie (1895), 292. 
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Kekul6 ^ advanced a theory based upon the phenomena of 
decomposition, and from this deduced certain formulae which 
make it possible to predict the nature of the products resulting 
from the electrolysis of monobasic and dibasic acids of the 
fatty-acid series. Since, however, the reaction is influenced 
by the slightest variation of conditions, his formulae hold good 
only in the case of the decomposition of perfectly pure sub¬ 
stances, a condition seldom met with in practice. 

Lob 2 is in favor of accepting in certain cases the theory 
advanced by Kekul6, who sought by experiments to prove the 
intermediate formation of the anhydride, while Schall ^ assumes 
the formation of an acid superoxide: 

R-COO 

2RCOO = 

R-.COO 

R-COO 

= R-RH-2C02. 

R-COO 

This conclusion is drawn from the observed fact that the 
dithionic acids, on the electrolysis of their alkali salts, actually 
give acid supersulphides which correspond with the superoxides: 

R-CSS—fR-CSS—= 

In contrast to the acid superoxides, the acid supersulphides 
are stable compounds. 

Bourgoin draws the following conclusions from his experi¬ 
ments : He considers the intermediate anhydride formation 
as the most important process in the electrolysis of organic 
acids; this brings about the secondary oxidation processes, 
oxygen being given off. He also considers as secondary reac¬ 
tions the transition from the acid anhydride to the hydrate 
with the taking up of water, and the oxidation of acids by the 
oxygen cierived from the acid itself. This explanation agrees 

‘Xieb. Ann. 131, 70 (1864). 

’ Ztschr. f. Electrochemie 3, 43 (1896). 

• Ibid. 3, 83 (1896). 
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with the fact that water is a weak electrolyte and serves prin¬ 
cipally as a dissociating medium. The typical processes in 
the electrolysis of acetic acid are hence the following: 
Electrolytic decomposition: 

/CHsCOv \ 

2 CH 3 COOK = )>0 + 0 +2K. 

VCHsCO'^ / 

Characteristic oxidation: 


CH3-C0^ 

CH3-CO' 


OH-0=2C02+C2H6. 


Kolbe and Kampf/ on electrolyzing a concentrated potassium- 
acetate solution, obtained at the anode acetic methyl ester, 
formic methyl ester, ethane, ethylene, and carbon dioxide; 
and at the cathode hydrogen and potassium hydroxide. In 
an alkaline solution of the salt Bourgoin ^ obtained, amongst 
other products, sodium formate (by reduction of the carbonic 
acid); but so far as hydrocarbons were concerned he could 
only prove the presence of ethane and ethylene. 

Besides the alkali salts, the copper, lead, manganese, and 
uranium saEs were subjected to electrolysis by Dupre,'*^ Wiede¬ 
mann,^ Despretz,^ and Smith,^ The metals were precipitated 
on the cathode, a portion of the manganese and lead in the form 
of superoxides. 

Elbs,^ by the electrolysis of lead diacetate in glacial-acetic- 
acid solution, obtained at the anode crystallized lead tetracetate: 

2 (CH3COO) 2Pb = Pb -h (CH3COO) 4Pb. 

Fused potassium acetate, according to the experiments of 
Lassar-Cohn,® yields at the cathode methane, hydrogen, and 

^ Journ. prakt. Chem. [2] 4, 46 (1871). 

2 Ann. chim. phys. [4] 14, 157 (1808). 

^ Arch. d. scienc. phys. et. nat (Geneva) 85, 998 (1871). 

* Poggend. Ann. 104, 162 (1858). 

«Compt. rend. 45, 449 (1857). 

® Amer. Chem. Journ. 7, 329 (1885). Electrochemical Analysis (Smith), 
p. 94. 

Ztschr. f. Elektrocliemie 3, 70 (1896). 

8 Lieb. Ann, 251, 358 (1889). 
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carbon; at the anode carbon dioxide. This result has recently 
been substantiated by Berl,i who also proved by special experi¬ 
ments that this decomposition is the result of the action of 
the potassium, set free cathodically, on the fused potassium 
acetate. 

Very careful and comprehensive experiments on the elec-- 
trolysis of the alkali salts of organic acids have very recently 
been made by Petersen.^ The latter made exact analyses of 
the gases occurring at the electrodes and thereby obtained an 
insight into the quantitative course of the reactions, and deter¬ 
mined their nature. 

Petersen 2 was enabled to wholly confirm the earlier state¬ 
ments regarding the electrolysis of acetic acid by Murray,^ 
who investigated the influence of the concentration, current 
strength, and temperature upon the course of the electrolysis 
and found, like earlier investigators, carbonic acid, oxygen^ 
hydrogen, ethane, and methyl acetate. Murray disputes only 
the occurrence of ethylene which Kolbe and Kampf declare 
they found. 

Petersen, however, clearly proved the presence of the 
latter in small quantities, and expressed the decomposition of 
acetic acid by the following equations: 

I. 2CH3COOH=2CH3COO~f-H2. 

IL 2CH3C00-f-H20=2CPl3C00H+0. 

III. 2 CH 3 COO-C 2 H 6 + 2 CO 2 . 

IV. 2 CH 3 COO = CH 3 COOCH 3 +CO 2 . 

V. 2CH3C00Hh0=C2H4 + H20-i-2C02. 

In general, equations I and III predominate; V is always 
only traceable. 

Hofer and Moest ^ report upon the formation of alcohols in 
the electrolysis of salts of fatty acids. 

^Ber.'d. deutsch. chem. Gesellsch. 37, 325 (1904). 

* Ztschr. f. phys. Chem. 33, 90, 295, 698 (1900). 

8 Ibid. 108 (1900). 

' ■« Joum. of the Chem. Soc. 61,10 (1892). 

® Lieb. Ann. 323, 284 (1902). D. R. P. No. 138442 (1901). 
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The 7 found that copious quantities of methyl alcohol, but 
no perchloric acid esters, were produced by the electrolysis of 
a mixture of sodium acetate and sodium perchlorate. The 
reaction takes place in the same manner as in the case of some 
homologues of acetic acid, and it was found that an addition 
of alkali sulphate or carbonate acts like the perchlorate. 

The general nature of the reaction is that the carboxyl 
group is replaced by hydroxyl, so that an alcohol is formed 
having one carbon atom less than the acid; thus methyl alcohol 
is obtained from acetic acid: 

CH3COO+OH=CH30H+CO2. 

The hydroxyl ion can be derived from the water, or be formed 
in the regeneration of the inorganic acid acting as electrolyte: 

C1044-HOH==HC104+OH. 

The formation of methyl alcohol can hence be formulated as 
follows: 

CH3COO -fC104+H20 =CH30H 4-HCIO4+CO2. 

If the electrolysis is carried out between platinum electrodes 
without diaphragms but with continual stirring, up to 90% 
of the theoretical,yield of methyl alcohol can be obtained from 
acetic acid and the above-mentioned inorganic salts. 

The method can-also be employed in the preparation of 
formaldehyde, since the methyl alcohol on further oxidation 
is converted into formaldehyde (see p. 58). 

Quite recently Forster and Piguet ^ have investigated the 
electrolysis of potassium acetate, using various anodes. In 
the earlier experiments polished platinum had served as the 
anode. Iridium gives the same results as platinum; with iron 
and palladium anodes, however, not a trace of ethane is formed, 
but essentially an evolution of oxygen occurs besides the 
oxidation of the acetic acid to carbon dioxide. At platinized 
platinum electrodes there occurs, depending upon the current 
tension, either an evolution of oxygen and oxidation to carbonic 
acid (no ethane being formed), or ethane is produced, with 


1 Ztschr. f. Elektrochemie 10, 729 (1904). 
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very little evolution of oxygen and a very considerable oxida¬ 
tion of the acetic acid to carbon mon- and dioxide. 

Forster and Piguet recognize three processes: 

1. Evolution of oxygen. 

2. Oxidation of the acetic ester formed to carbon dioxide 
or carbon monoxide. 

3. Formation of ethane. 

They find that the anode potential determines the effect. 
The first reaction, which occurs predominatingly at iron and 
palladium electrodes, requires the lowest potefintial. With 
platinized platinum electrodes the potential lies higher; the 
oxidation action can exceed the evolution of oxygen; and with 
a particularly high potential, which is obtained by prepolarizing 
the platinized anode, ^ ethane is produced. With polished plati¬ 
num and iridium anodes the potential is still higher tlian with 
prepolarized platinized platinum anodes. Thus the production 
of ethane predominates over the oxidation of acetic estc^r. 

Regular fluctuations of the anode potential, which often occur 
in electrolysis, seem to point to the formation of transition 
resistances by intermediately occurring phases of poor conduc¬ 
tivity (acetic acid, acetic anhydride). 

The presence of free alkali is'always injurious to the pro¬ 
duction of ethane. The evolution of oxygen at platinized plati¬ 
num increases with increasing alkalinity and decreases at 
polished anodes, while the oxidation of acetic ester increases. 

Hofer and Moest^ call attention to the great part which 
the production of the methyl alcohol demands in the oxida¬ 
tion effects, and which Forster and Piguet have neglected to 
point out. They formulate the principal processes in the 
following manner: 


1 . 

2 . 

3. 


CHs 

CH 3 

=C 2 He+ 2 C 02 , 

CH 3 

cob' 

OH' 

1 G2+=CH30H+C02, 

CH 3 

|COO' 

CH3COO' 

©2+=0H3C00CH3+C02. 


^ S. Friessner, Zeitschr. f. Elektrochem. 10, 270 (1904). 
2 Ztschr. f. Elektrochem, 10, 833 (1904). 
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An impartial decision has not yet been given as to whether 
the ethane production depends upon a direct union of the 
anions or upon the oxidation of an intermediate product, 
like acetic acid, acetic anhydride, or acetyl superoxide. 

Monochloracetic Acid, according to Kolbe/ is reduced to 
acetic acid, hydrochloric acid being split off; at the same time 
free chlorine is evolved (Bunge ^). 

Sodiuvi Dichloracetate yields, besides carbon mon- and dioxide 
and oxygen, a very easily decomposable oil containing chlorine, 
whose nature^ has not yet been made clear. (Troeger and 
Ewers.'^) 

Trichloracetic Acid was electrolyzed by Elbs and Kratz ^ 
as sodium or zinc trichloracetate. Trichloracetic trichlor- 
methyl ester was formed: 

2 CCI 3 COO = CCI 3 COOCCI 3 + 2 CO 2 . 

Potassium Cyanacetate. —With this Moore ^ obtained at the 
positive pole carbon dioxide, besides traces of nitrogen and 
ethylene cyanide; at the negative pole hydrogen and potassium 
hydroxide, bodies analogous to those obtained in the decom¬ 
position of sodium acetate. 

Thioacetic Acid. —On electrolysis this gives acetyl disul¬ 
phide at the anode (Bunge : 

2CH3COSH = CH3COS 

I 

CH3COS 


^ Lieb. Ann. 69, 279 (1849). 

2 Jom. russ. chem, Gesellsch. 1, 690 (1892); see also Troeger and Ewers, 
Journ. f. prakt. Chem. 58, 121 (1898). 

® Journ. f. prakt. Chem. 58,121 (1898). 

^ Ibid. [2] 55, 502 (1897). 

® Ber. d. deutsch. chem. Gesellsch. 4, 519 (1871). 

® Ibid. 3, 297 (1870). 
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Propionic Acids. 

Propionic Acid.—The electrolysis of a concentrated solution 
of sodium propionate was carried out by Jahn ^ and, when 
density of the currents employed was not too great, yielded 
hydrogen, ethylene, and carbon dioxide, but little butane, 
the quantity of which further decreased when the electrolyte 
was diluted. This result Petersen ^ confirmed. The evolution 
of oxygen increases as the butane yield decreases. The amount 
of ethylene increases with increased dilution up to a maximum, 
which is reached at a concentration of the electrolyte corre¬ 
sponding to about 14% potassium propionate. On further 
dilution it again decreases. Petersen ^ also found that ethyl 
propionate is always produced, corresponding to the analogous 
process in the case of acetic acid. He expresses the course of 
the electrolysis by the following equations: 

I. 2 C 2 H 5 COOH = 2 C 2 li 5 COO + H 2 . 

11. 2C2H5C00 + H20 = 2C2H5C00H*f0. 

III. 2 C 2 H 5 COO-C 4 H 10 + 2 CO 2 . 

IV. 2 C 2 H 5 COO - C2H5COOC2H5 + CO2. 

V. 2C2H5C00 + 0=2C2H4-I-H20+2C02. 

Miller and Hofer'^ have been successful in introducing 
iodine into propionic acid by electrolyzing an aqueous solution 
of sodium propionate and potassium iodide. 

Ethyl alcohol can be obtained in small quantity from 
sodium propionate and sodium perchlorate in concentrated 
solution (Hofer and Moest in the same manner as methyl 
alcohol and formaldehyde are formed from acetic acid and 
perchlorate: 

C2H5COO + OH=C2H5OH + CO 2. 


^ Wied. Ann. (N. F.) 37, 430 (1889); see also Bunge: Chern, Centralblatt 1, 
382 (1890). 

^Ztschr. f. phys. Chem. 33, 110 (1900). 

® Ber. d. deutsch. chem. Gesellsch. 28, 2436 (1895). 

. ^ Lieb. Ann. 323, 284 (1902). 
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AcetaldeliYde is formed as the oxidation product of the latter. 

Sodium a-Dichlorpropionate behaves analogously to sodium 
trichloracetate (Troeger and Ewers There is formed, 
besides carbonic acid and oxygen^ the crystalline a-dichlor- 
propionic o:-dichlorethyl ester: 

2 CH 3 CCI 2 COO = CH 3 CCI 2 COOCCI 2 CH 3 +CO 2 . 

Sodium ^Aodcpropionuie^ according to the last-named 
investigators, yields a little iodoform besides iodine; the gases 
formed are principally carbonic acid. Carbon monoxide and 
oxygen occur only in small quantity. 

Butyric Acids. 

Butyric Acids.—^The two butyric acids were eiectrolyzed 
by Bunge.^ With isobutyric acid it was not possible to obtain 
hexane, but the normal acid yielded some butane besides larger 
quantities of propylene. 

Careful and reliable investigations on the electrolysis of 
the potassiiim salts of butyric and isobutyric acids have been 
published by M. E. Hamonet.^ His apparatus consisted of a 
copper beaker 23 cm, high and 8 cm. in diameter, which served 
as the cathode, A porous earthenware cell, w^hich contained 
the anode and was closed with a three-hole stopper, stood in the 
beaker. The perforations in the stopper held a thermometer, 
a gas-delivery tube, and the electric conductor leading to the 
anode. The anode used in some experiments was a platinum 
wire 1 mm. in diameter and 2 m. in length; in others a platinum 
cylinder 14 cm. high and 2.5 cm. in diameter. Tins variation 
of cuiTent density was, however, of secondary importance. 
Solutions of the potassium salts having a specific gravity of 
1.08-1.19 were used as the electrolyte. Current strengths of 
4-5 amp. were reached with a difference of potential at the 
poles of 6-9 volts. The electrolysis was continued 2-3 hours, 


^ Journ. f. prakt. Chem. 58, 121 (1893). 

^ Journ. f. mss. pliy'S. Gesellsch. 21, 525 (1889). 
3 Comp. rend. 125,252 (1895). 
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the solution being kept cool. The following results were ob¬ 
tained : 

Potassium Butyrate, 

CHs-CHs-CHa-COOK, 

yielded 225 g. propylene bromide (CH 3 -CHBr-CH 2 Br), corre¬ 
sponding to 47 g. propylene (CH 2 —CH=CH 2 ); 18 gr. isoproj^yl 
alcohol (CHa-GHOH-CHs); 4.5 g. butyric isopropyl ester 
(CH,vCH2-CI-l2-COOCH(CH.,)2); and 4.5 g. complicated prod¬ 
ucts, which became resinous when the ester was saponified by 
boiling with alkali hydroxide. Hexane (CH 3 -CH 2 -CH 2 CH 2 
•CHa-CHs), and propyl alcohol (CH 3 -CHa- 0112011 ) could not 
be detected. They could, therefore, have been formed only 
in trifling quantity. 

The very remarkable formation of isopropyl alcohol can 
only be explained by assuming the hydration of propylene 
or the molecular rearrangement of the group CH3CH2CH2 —. 

Potassium Isobutyrate, 

(CH3)2:CH-C00K 

This salt gave 300 g. propylene bromide (CH 3 • CHBr • CHaBr) 
equivalent to 62. g propylene (CH 3 -CH:CH 2 ); 26 g. isopropyl 
alcohol, (CH 3 ) 2 :CH- 0 H; over 12 g. isobutyric isopropyl ester, 
(CH 3 ) 2 :CH-C 00 -CH;(CH 3 ) 2 ; and 6 g. of an oil having a 
pepper-like odor and boiling at 130°-150°. 

In this case also the paraffin isohexane (CH 3 ) 2: CH • CH: (CH 3 ) 2 
was not formed. 

Hamonet draws the following conclusions from these results: 

1 . The equation 

2 C„H 2n+l * C00=C2„H 4n+2 + 2C02, 

representing the reaction in the electrolysis of the alkali salts 
of the fatty acids, which since the experiments of Kolbe has 
been almost universally accepted, can no longer claim to repre¬ 
sent the truth in the case, since no or almost no paraffins result 
from this operation. 
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2. The olefine CnH.2,t sometimes predominates among the 
products formed by the electrolysis of the alkah salts of the 
fatty acids, 

C„H2 „+iC 00K. 

The general nature of the reactions is represented bv the 
following equation: 


2C„H 2n+l' coo = C)2,H2n+l * C 00 H+C;,H 2 n-f-C 03 . 

3. An alcohol with n carbon atoms is always formed if 
the acid contains (n-fl) carbon atoms. The structure of the 
alcohol is not always that which is expected. Frequently 
more than a third of the energy of the current is expended in 
the formation of the alcohol. Whether the alcohol is generated 
by the saponification of the ester present^ according to the 
equation 

2CnH2n+l-COO=CnH 2n+l' C00C„H2„+i+C02, 

or whether it is formed by the hydration of the olefines,, 
C«H2«+H20 = C„H2n+i0H, is still uncertain. (Compare the 
explanation of Hofer and Moest, p. 84.) 

A more thorough investigation of the substances resulting 
from the electrolysis of compounds possessing higher molecular 
weights is yet wanting. 

Petersen ^ was able to obtain n-hexane and propyl butyrate 
in small quantity from butyric acid; from isobutyric acid he 
got diisopropyl (isohexane) in addition to the products observed 
by Hamonet. 

If butyric acid is electrolyzed with perchlorate, according 
to the procedure of Hofer and Moest,^ hexane is the prepon¬ 
derating product; there are also obtained propyl alcohol and 
its oxidation product, propionic aldehyde: 

CH3CH2CH2COO + OH=CH3CH2CH2OH+CO2. 

‘ Bull. d. I’Acad. roy. de Danemaxk (1897) 397; Ztschr. 'i phys. Chem. 3^ 
115 (1900). 

*1. c. 
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Isobutyric acid yields, accordingly, isoi^ropyl alcohol and 
:acetone. 

Tnchlorbutyric Acid. —According to Troeger and Ewers,^ 
a tetrachlorhexyleneglycol is formed at the anode from sodium 
n;a/?-trichlorbutyrate. The authors assume the following equa- 
•tions from this process: 

I. 2 CH 3 -CHC 1-0012 000 = 

OH3 • CHOI • OOI2 - COI2 • OHOl • OH3 + 2OO2; 

11. OH.3 ■ OHOl • OCI2 -OOI2 • OHOl • OH3+ 2 H :,0 
. = OH3OHOH - OCI2 • OOI2 • CHOH - OHr>,+ 2 H 0 '. 

1 Accordingly, a hexachlorhcxane would be first formed in 
■a normal manner, OO2 being split off; secondarily, the two very 
mobile ,S-chlorine atoms would be torn away Ijy water, hydro¬ 
chloric acid and tetrachlorhexyleneglycol resulting. 

Valeric Acids. 

Valeric Acids.—Koll)e ^ electrolyzed the potassium salt of 
isovaleric acid in concentrated aqueous solution and obtained 
.as chief product octane (dissobutane); 

CH.T. /CH3 

>CH-CH 2 -CH 2 - 0 H< 

CH3/ ^OHs 

Besides this there appeared as decompo-sition products 
hydrogen, carbonic acid, butylene, and the butyl ester of valeric 
acid. 

Brester,® who performed his experiments under different 
conditions, obtained at the anode a gaseous mixture of carl)on 
dioxide, butylene, and oxygen. 

Petersen * subjected the behavior of both acids to a thorough 
investigation. He established the formation of normal octane 
and butyl valerate in the decomposition of n-valeric acid; among 


^ Joum. f. prakt. Chem. 59, 464 (1899). 
2Lieb. Ann. 69,257 (1849). 

8 Jahresb. f. Chem. 86 (1859), 757 (1866), 
^Ztschr. f. phys. Chem. ZZ, 295'(1900). 
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the evolved gases butylene and also hydrogen and oxygen 
were found. A small quantity of butyl alcohol, which was fur¬ 
ther oxidized to butyric aldehyde, was also formed by the 
saponification of butyl valerate. 

The oil which is formed in the electrolysis of potassium 
isovalerate is composed of diisobiityl and trimethylmethyl 
isovalerate, besides a small quantity of isobutyl isovalerate 
and isobutyrie aldehyde. By saponification of the ester, tri- 
methylcarbinol accompanied by a trifling quantity of isobutyl 
alcohol is found in the solution. 

,5-butylene and isobutylene could be detected in the evolved 
gases. 

Petersen adduces the following equations of reactions as 
the predominating ones: 

1 . 2 (CHg) 2 : CH • CH 2 • COOH = 2 (CHg) 2 ; CH • CH, - COO + H 2 ; 
IL 2(CH3)2:CH-CH2-CO0 aH2 O 

=2(CH3) 2 ■- CH • CH 2 • COOH + O; 

III. 2 (CHg )2 : CH• CH 2 -COO = [(CH 3 ) 2 :CH• CH 2]2 + 2 CO 2 ; 

IV. 2 (CH 3 ) 2 :CH-CH 3 -COO 

= (CH3)2:CH-CH2-C00-C; (CH3)3+C02; 

V. 2(CH3)2:CH-CH2-C00+0 

= (CH3)2:C:CH2+CE3-CH:CH.CH3-fH20-b2C02- 

To the above may be added the following equations of minor 
importance: 

VI. (CH3)2:CH-CH2-C00-C;(CH3)3+H20 

= (CH3)2:CH-CH2C00H -p(CH3)3 :C0H; 

VII. (CH3)2:CH-CH2-C00-CH2-CH:(CH3)2-hH20 

= (CH 3 ) 2 :OH-CH 2 COOH-b (CH 3)2 :CH -CHsOH; 

VIII. (CHg) 2 :CH- CH 2 OH 4-0 = (CH 3 ) 2 ;CH-COH-I-H 2 O. 

Even this complicated scheme cannot claim to be complete. 
Probably some entirely different reactions which have thus 
far not been elucidated, occur also. Considerable differences 
between the yields theoretically expected and those actually 
obtained point to such a supposition. 
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Trimethylacetic Kci& {Pivalic acid) —the third of the valeric 
acids—^has also been investigated by Petersen. It yields 
trimethylcarbinol and probably hexamethylethane, besides an 
isomeric body, and also two isomeric butylenes, isobutylene 
predominating with perhaps also /^-butylene. Aldehyde is not 
formed; neither is an ester formed. 

The principal processes taking place are the following: 

1. 2 C(CH 3 ) 3 C 00 H= 2 C(CH 3 ) 3 C 00 +H 2 ; 

IL 2C(CPl3)3C00 + H20 =2C(CH3)3C00PI + 0; 

III. 2 C(CHs) 3COO = CCCHs) 3 • C(CH3) 3 -b 2CO2 ; 

IV. 2 C (CPI3) 3COO + 0=2 (CH3) 2C: CH2 + PI2O + 2CO2. 

The trimethylcarbinol, a secondary product, is })robably 
formed ^ by the addition of water to tlic isol)utylene. 

The electrolysis of these three isomeric acids affords thus 
considerable qualitative differences in the results. Summing 
up the whole matter, it can be said that the electrolysis of a 
valeric acid gives octane, butyl valerate, butylene, butyl alco¬ 
hol, and butyric aldehyde. 

1 . The normal valeric acid yields normal compounds exclu¬ 
sively. 

2. Isovaleric acid gives diisobutane, triniethylmetliyl iso- 
walerate, and trimothylcarbinol, also a little isobutyl isoval¬ 
erate, isobutyl alcohol, and isobutyric ahl(diy<le, and, finally, 
two isomeric butylenes, isobutylene and / 3 -biityleno. 

The products resulting from the electrolysis of trimethyl- 
acetic acid have been summari^ied al)ove. 

The fourth isomeric valeric acid (active), ethylmethylacetic 
acid, has not yet been investigated. 

n-Caproic Acid. —A concentrated solution of the potassium 
salt gave decane, and traces of the amyl ester of caproic acid, 
both of which are normal * decomposition products. The 
electrolyses were made by Brazier and Gossleth,^ and by Wurtz.^ 


^ Ztschr. f. phys. Chemie 710 (1900), 
^ Lieb. Ann. 75, 205 (1850). 

® Ann. chim. phys, [3] 44, 291 (1855). 
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The electrolytic relatioas in the decomposition of caproic 
acid were investigated by Rohland/ who electrolyzed the alkali 
salt. He obtained normal decane, C10H22. 

Petersen ^ investigated the electrolysis of potassium eapro- 
ate on a larger scale. The oil which separated during the 
passage of the current consisted of normal deeane, a little 
amyl caproate and amyl alcohol, a trifling quantity of amylene, 
and an aldehyde, probably CIl3(CH2)3C0H. The greater 
quantity of the amylenes formed during the electrolysis 
was found in the gaseous mixture; isopropylethylene, 
(CE3)2CHCH:CH2, was probably present with the normal 
amylene, CH3CH2CH2CH;CH2. 

n-Heptylic Acid, OenxinthylK Acid. —^The normal acid was 
electrolyzed by Brazier and Gossleth,® under conditions similar 
to those for caproic acid, and gave two hydrocarbons, 
C12H26 and C12E24, in addition to hydrogen, potassium car¬ 
bonate, and acid potassium carbonate. 

On electrolyzing a concentrated solution of potassium 
n-heptylate, Eohland^ obtained, besides dodecane, C12H26, a 
small quantity of a mixture of unsaturated hydrocarbons of the 
series CnH2„ boiling at 145 °. 

n-Caprylic Acid. Eohland ® electrolyzed a concentrated 
potassium-salt solution of this acid and obtained the hydro¬ 
carbon tetradecane, CitHso- 

Pelargonic Acid, under similar conditions, gives the hydro¬ 
carbon dioctyl. 

The formation of olefines, in the electrolysis of aliphatic 
monocarbo-xylic acids, depends, perhaps, not upon an oxidation 
process. 


2C„H2)i+iC00-)-0 =2C„E2a+E20-l'2C02, 


‘ Ztselir. f. Elektrochemie 4, 120 (1897). 
“ Ztsclir. f. phys. Ch&m. 33, 317 (1900). 

5 lieb. Ana. 75, 265 (1850). 

* Ztsclir. f. Elektrochemie 4,120 (1897). 
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but upon a mutual reaction of the anions, analogously to that 
which causes the formation of saturated hydrocarbons: 

I. 2CnH2„+iC00=C2„H4„+2+2C02; 

II. 2C«H2n+lCOO =CnH2n+lCOOH +CraH2n +002- 

The occurrence of secondary or tertiary alcohols depends 
presumably upon the addition of water to the olefines: 

Cnll2» +H 2 O =CreIl2n+lOH. 

According to Petersen, ^ the equations expressing the general 
decomposition of aliphatic acids are the following: 

1. 2 C„H 2 „+iCOOH= 2 C„H 2 „+iCOO + H2; 

II. 2C„H2„+iCOO +H2O =2 C„H2 „+iC00 H+0; 

III. 2C„H2„+iC00=C2„H4„+2+2C02; 

IV. 2CnH2„+iCOO=C„H2„+iCOOCnH 2n+l +C02,’ 

V. 2 C„H 2 „+iCOO = C„H2„+iC 00H H-CnHsn +CO 2 ; 

VI. C„H2« +H 2 O =CnH 2 „H.iOH; ) Secondary 

VII. CnH2n ^■CnH2n+lC00H =CnH2n+lCOOCnH2n+l. ) tertiary. 

Of the unsaturated monoearboxylic acids, undecylenic acid 
and oleic add have been investigated by Rohland.^ Both 
yielded, on electrolyzing their potassium salts in aqueous solu¬ 
tion, a mixture of unsaturated hydrocarbons, the nature of 
which was not determined. 

Electrolysis of Mixtures.—^Wurtz ^ was the first to conceive 
the extremely fruitful idea in electrosynthesis of making syn¬ 
theses of substances with mixed radicals by electrolyzing two 
components. After discovering his hydrocarbon synthesis, 
which depends upon the action of sodium upon alkyl iodides, 
and the use of the method in the preparation of "mixed radi¬ 
cals ” from two different alkyl iodides, he also tried to obtain 


^ Ztschr. f. phys. Chem. S3, 720 (1900). 
n.c. 

* Arm. chim. phys. [3] 44, 275 (1855); Jahresb. f. Chem, 1855, 575. 
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mixed hydrocarbons by electrolyzing the salts of fatty acids, 
using Kolbe’s hydrocarbon synthesis: 

RiCOO+R2COO =RiR2+2CO2. 

The successful results of these experiments prompted various 
investigators to select, as the materials for the starting-point 
of their electrolysis, mixtures of substances whose electrolytic 
intermediate products could mutually react, v. Miller and Hofer 
made use of these forms of reactions in the fatty-acid series 
for accomplishing the syntheses of acids. Lob in a similar 
manner prepared mixed azo-compounds in the aromatic series. 
The following are the experiments made by Wurtz: 

Potassium acetate and potassium cenanthylate yield trifling 
quantities of heptane (methylcaproyl, Wurtz): 

CH3COO -h COO - (CH2) 5 ‘ CH3 = CH3 • (CH2) 5 • CH3 + 2CO2. 

Potassium valerate and potassium oenanthylate give the ex¬ 
pected mixed hydrocarbon, a decane, as chief product (butyl- 
caproyl, Wurtz): 

(eH3) 2 : CH • CH2 • COO + COO • (CH2) 5 • CH3 

= (CH3)2:CH . (CH2)6 • CH3 +2CO2. 

There are formed also a little octane, dodecane, and un¬ 
saturated hydrocarbons. 

In the following discussion the description of the electrolysis 
of mixtures is given under the heading of the highest hydro¬ 
carbon component, since the reaction in electrolysis depends 
upon the nature of the components of the mixtures; thus 
the behavior of each separate component will then have been 
previously described. 

11. Monobasic Alcohol- and Ketonic Acids. 

a. Alcohol- {Hydroxy-) Acids, 

While the acid anions of the unsubstituted aliphatic mono- 
carboxylic acids react preponderating^ by splitting off carbonic 








m 
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acid, without further oxidation of the radical united to the 
carboxyl group, the anion of the hydroxy-acids is regularly 
oxidized further. The extent of the oxidizing action depends, 
among other circumstances, to a great extent upon the con¬ 
centration. For example, glycollic acid in concentrated solu¬ 
tions is oxidized almost completely to formaldehyde, and to a 
less extent to formic acid and carbonic acid. By increasing 
the dilution carbon monoxide occurs in place of formaldehyde.^ 

I. CHsOHCOO + OH-CHsO+COs+HsO; 

II. CH20HC00 +30H=C0+C02+3H20. 

The substitution of methyl for hydroxyl does not affect 
the easy oxidability. It is evident from the theoretical explana¬ 
tions given in the first chapter that the changes in concentration 
are of importance for the course of the reaction only in so far 
as they influence the anode potential. By artificially keeping 
the latter constant, the products must remain the same, being 
independent of the conditions of concentration. In general, 
the following rules can be adduced for the electrolysis of 
oxy-acids (chiefly worked out by Miller and Hofer,^ and 
Hamonet : 

a-Oxy-acids are converted by electrolysis in concentrated 
solution into aldehydes or ketones. If the solution is more 
highly diluted, the compound is oxidized to carbon monoxide. 

^-Oxy-acids behave more like acetic acid; they are, at 
least partially, converted into glycols, or their etliers: 

1. 20H.aH^C00 =0H.CnHn.-CnH,^-0H+2C02; 

11. 2RO • C^H,„COO = RO • Cnll^ • CnH^ • OR + 2 CO 2 . 

In the case of dioxy-acids the oxidation affects both hydroxyl 
•groups, the intermediate CHOH-groups being oxidized to 
carbon mon- or dioxide. 


^ Ber. d. deutsch. chem. Gesellsch. 27, 461 (1894). 
2 Ibid. 

*Compt. rend. 132, 259 (1901). 
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The experiments of Miller and Hofer were made by passing 
the electrolyte in a slow stream through the cell (Apparatus, 
Fig, 4, p. 44). This made it possible to find decomposition prod¬ 
ucts which would otherwise have been changed by further 
electrolysis; a more complete expression of the course of the 
decomposition was thus obtained. It is to be regretted that 
the researches do not mention the necessary data regarding 
the electrical conditions. 

Glycollie Acid.—^If a solution of 30,g. sodium glycollate in 
38 cc. water is electrolyzed with a current strength of 1 amp., 
there are formed chiefly carbonic acid and formaldehyde, 
.besides a little carbon monoxide, formic acid, and oxygen 
(Miller and Hofer i). Walker ^ obtained aldehyde in the 
electrolysis of the sodium salt of ethyl glycollic ether, 

Methoxylglycollic Acid.—^The electrolysis of its sodium salt 
was made by the same authors ^ and yielded formaldehyde, 
methylal, formic acid, and carbonic acid; in dilute solution also 
carbon monoxide and a little methyl alcohol. 

A mixture of potassium glycollate and potassium acetate 
unites at the positive pole to form ethyl alcohol (Miller and 
Hofer ; some acetaldehyde is also formed by further oxida¬ 
tion : 


CH2(0H)C00 -f CH3OOO =CH3CH2(0H) + 2 CO 2 . 


Oxypropionic Acids. 

Ordinary Lactic Acid.—^As Kolbe ^ had already discovered, 
the concentrated solution of the potassium salt gave carbon 
dioxide and acetic aldehyde. The investigators above men¬ 
tioned also observed the presence of some formic acid. When 
the solution surroxmding the positive pole was kept slightly 


^ Ber. d. deutsch. chera. Gesellsch. 27, 467 (1894). 
' Joum. Chem. Soc. 65, 1278 (1896). 

^ Ber. d. deutsch. chem. Gesellsch. 27, 469 (1894). 
* Ibid. 28, 2437 (1895). 

® Lieb. Ann. 113, 214 (1860). 
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alkaline, aldol and crotonic aldehyde were formed instead of 
acetic aldehyde. 

Sarcolactic Acid. —When the solution surrounding the posi¬ 
tive pole was kept neutral, a concentrated solution of the sodium 
salt yielded acetic aldehyde and carbon dioxide. 

Hydracrylic Acid (Ethylenelactic Acid=/?-oxypropionic Acid). 
—Resin and a little formic acid were found present in the 
electrolyte surrounding the positive pole. 

The potassium salt of the alcoholic amyl ether of this acid, 
the /S-amyloxypropionic acid, was electrolyzed by Hamonet.^ 
It gave about 50 per cent of the theoretical yield of 1.4-butan- 
dioldiamyl ether (diamyl ether of butylene glycol). 


2C5HiiO-CH2-CH2COO 

=CsHixO • CH 2 • CH 2 • CII 2 • CH 2 • OC5II , 1 + 2 CO 2 . 

Glyceric Acid (Dioxypropionic Acid).—^This acid decom¬ 
poses into carbon mon- and dioxide, formaldehyde, and formic 
acid (Miller and Hofer). 


Oxybutyric Acids. 


a-Oxybutyric Acid (CH 3 • CH 2 • CHOH * COOH).—^This sub- 
stance was converted into carbon dioxide, i)roi)ionic aldehyde, 
and some formic acid (Miller and Hofer). 

CK-Oxyisobutyric Acid ((CH 3 ) 2 :CHOII—COOH).—^This com¬ 
pound, investigated in the same manner, was found to be par¬ 
tially oxidized at the anode to acetone. Much carbonic acid 
and a little carbon monoxide is also evolved. 

■ /9-Oxybutyric Acid (CH 3 -CH(OH)-CH 2 -COOH) .—Prom this 
acid were obtained in the positive electrolyte crotonic aldehyde 
■ and a httle formic acid, also resinous substances. Considerable 
quantities of carbonic acid, also a little carbon monoxide and 
unsaturated hydrocarbons, are formed. The small quantities 
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of saturated hydrocarbons are derived probatdy from impurities 
in the acid (presence of acetic acid). " 8^ X Y 

r-Oxybutyric Acid (CHaOH-CHa-CHa-COOH).— i 
electrolyzed the alkali salt of T'-isoamyloxybutyric acid in 
order to obtain symmetrical hexylene glycol, or its diamyl 
ether. The desired reaction did not take place: 


2 C 5 C 11 OCH 2 • CH 2 • CH 2 • COO 

=C 5 Hn. OCH 2 • (CH2)4 •CHsOCsHix. 


/J-Methylglyceric Acid (a:-/ 3 -Dioxybutyric Acid (M. Pt. 74 - 
75 °)=CH3-CH0H-CH0H-C00H).—Wlien the potassium salt 
of this acid is electrolyzed (Pissarshewski 2) it breaks up 
into carbon mon- and dioxide, formaldehyde, formic acid, 
acetaldehyde, acetic acid, and another substance having the 
property of reducing Fehling^s solution. This latter compound 
was not isolated. 

yCH-COOH 

/ 9 -Methylglycidic Acid, OY | behaves similarly. 

^CHCHs 


6 . Ketonic Acids, 

Pyroracemic and Imvulinic acid, i.e., an a- and a 7"-ketonic 
acid are the only monobasic ketonic acids which have been 
electrolyzed. The electrolysis of a representative of a / 9 -ketonic 
acid, acetoacetic acid, could not be carried out, on accoimt of 
the instability of the free acid and its salts. The reactions 
take place partly in a manner similar to those occurring in the 
decomposition of acetic acid; the anions unite to form a dike¬ 
tone, carbonic acid being split off; and partly in a further 
oxidation to acetic acid, with the occurrence of carbon mon- 
and dioxides. 


Compt. rend. 136, 96 (1903). 

Ztscin. d. mss. chem. pliys. Gesellsch. 29, 289, 338 (1897). 
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Pyroracemic Acid. —Potassium pyroracemate gives (Hofer) ^ 
chiefly acetic acid and also a little diacetyl: 

I. CH 3 -C 0 -C 00 + 0 H=CH 3 C 00 H+C 02 ; 

11. 2CH3-C0-C00=CH3-C0-C0-CH3+2C02. 

Rockwell^ found at (the anode some acetaldehyde, and 
at the cathode the normal reduction product of pyroracemic 
acid, i.e. a-lactic acid: 

CH3 • CO ■ COOH+Ha = CH3 • CHOH • COOH ; 

also some propionic acid, probably formed by further reduction. 

.Laevulinic Acid.—^This acid is much better adapted for the 
synthesis of the corresponding diketone -than is pyroracemic 
acid. Hofer,^ on electrolyzing the potassium salt of the acid, 
obtained about 50% of the theoretically expected quantity of 
2.7-octandion: 

2CH3-CO-CH2-CH2-COO 

=CH3 • CO • CH2 - CH2 • CH2 • CH2 • CO • CH3 + 2 CO 2 - 

Considerable quantities of acetic acid are also formed, and some 
carbon monoxide is produced by the oxidation of the methylene 
groups. 

Acetoacetic Acid. —^If the sodium compound of acetoacetie 
ester (Weems in alcoholic solution is electrolyzed, there is 
formed diacetylsuccinic ester: 

■ COCH3 COCH3 

2CHNa =2CH +2 Na 

COOC 2 HS COOC 2 H 6 

COCH3 

2CH =C2H500CCHCH-C00C2H6 

1 I I 

COOC2H6 H3CCO COCH3. 

1 Ber. d. deutsch, chem. Gesellsch. 33, 650 (1900). 

^ Journ. Amer. Chem. Soc, 24, 719 (1902). 
n. c. 

Amer. Chem. Journ. 10, 569 (1894). 
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Pyroracemic Acid.—Potassium pyroracemate gives (Hofer) ^ 
chiefly acetic acid and also a little diacetyl: 

L CHs-CO-COO + OH-CHsCOOH-hCOs; 

IL 2CH3*C0-C00=CH3-C0-C0-CH3 + 2C02. 

Rockwell ^ found at tthe anode some acetaldehyde, and 
at the cathode the normal reduction product of pyroracemic 
acid, i.e. a-lactic acid: 

CH 3 • CO • COOH+H 2 = CH 3 • CHOH • COOH; 

also some propionic acid, probably formed by further reduction. 

Laevulinic Acid.—^This acid is much better adapted for the 
synthesis of the corresponding diketone than is pyroracemic 
acid. Hofer,^ on electrolyzing the potassium salt of the acid^ 
obtained about 50% of the theoretically expected quantity of 
2.7-octandion: 

2CH3-CO CPI 2 CH 2 -COO 

- CH 3 • CO • CH 2 • CH 2 • CH 2 ‘ CH 2 • CO • CH 3 + 2 CO 2 . 

Considerable quantities of acetic acid are also formed, and some 
carbon monoxide is produced by the oxidation of the methylene 
groups. 

Acetoacetic Acid.—^If the sodium compound of acetoacetic 
ester (Weems 0 in alcoholic solution is electrolyzed, there is 
formed diacetylsuccinic ester: 

* COCH3 COCH3 

I 

2 CHNa =2 CH +2 Na 

1 I 

COOC2H5 COOC2H5 
COCH3 

■ I 

2 CH =C2H500C CH-CH-COOCaHs 

1 I I 

COOC2H5 H3CCO COCH3. 

^ Ber. d. deutsch. chem. Gesellsch. 33, 650 (1900). 

^ Journ. Amer. Chem. Soc. 24, 719 (1902). 

^1. c. 

Amer. Chem. Joum. 16, 569 (1894). 
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According to Tafel and Friedrichs/ acetoacetic ester can 
be easily reduced in sulphuric-acid solution. This reduction 
evidently extends to the carbox-ethyl group because a molecule 
of the ester requires almost six atoms of hydrogen. 

Acetylmalonic Acid, CH 3 -CO-CH:(COOH) 2 , and Acetone- 
dicarboxylic Acid, CO: (CH 2 COOH) 2 , do not permit their 
anions to unite (Weems 2 ). 

In connection with his investigation of ketonic acids, Hofer ® 
has used the electrosynthetic reaction, previously discovered 
with Mill<T,‘‘ which consists in electrolyzing potassium salts of 
organic acids in mixture with potassium acetate and other 
lower fatty acids. The general nature of the reaction is that 
the two anions unite, as in Kolbe’s synthesis, carbonic acid 
being split off, e.g., 

R - CO • COO + Ri ■ COO = R • CO • Ri+ 2 CO 2 . 

Potassium Pyroracemate and Potassium Acetate thus yield 
acetone as the chief product: 

CH 3 COCOO +CH 3 COO =CH 3 C 0 CH 3 + 2 C 02 . 

Sonne acetic methyl ester and traces of diacetyl are also 
formed. 

Potassium Pyroracemate and Potassium Butyrate unite to 
form methylpropylketone: 

CH 3 • CO • COO +CH 3 ■ CH 2 ■ CH 2 • COO 

= CH 3 • CO • CH 2 • CHa • CH 3 + 2CO2. 

Some diacetyl is also formed in this case, with trifling 
quantities of esters of butyric acid, and larger quantities of 
hydrocarbons, chiefly hexane and decane. The hexane was 
formed from the butyric acid, the decane from caproic acid, 
an impurity in the butyric acid. 

^ Ber. d. deutsch. chem. Gesellsch. 37, 3188 (1904). 

n.c, 

® Ber. d. deutsch. chem. Gesellsch. 33, 650 (1900). 

^ Ibid. 28, 2427 (1895). 
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piiln.'^Kiiim LiirulinnU anil I'uUv.ium Aniatc yield, analo¬ 
gously. nietiiylifro]iyIket>inf; 

(jll;,.(’()■( '112■(•(« » -Cl[.,(■( ((I 

f 1 i;, . ( •<) . ( >11. . ( 'I f _ CII 3 + 2 CO 2 . 

At tlH‘ saiiH* titan a l.argiT (luanlity of I'.T-tirtutidioa could be 
isohitnii. 

I’oUwium Liiritlimilr ami PnUnuum I*;iri>r(ireniatc unite to 
form theexpeetetl aecfoiiylacel'Uie, tM-.diicsa little 2.7-oetnadion; 

CHa-CO-dllaCIla fn* '' (‘f H > 

«’! I ;r < ' 11• t' 11 2 ■ f't > ■ Ctllg + 2 CO 2 . 

III. Dibasic Acids. 

Mont Ijeautiful re.suils cif the apjiUealion of ei(‘(‘troIytic 
(lefomii<».‘<itioiiH in a tlireci >.yitl!ie,«is Imve iweti tiecomijlished 
with dibasic ticifl-i^. The re^nll.n have a jintctieul u.s well an 
a theorelicti! value, —as iiMU'ful ita'lliods of i>re{)ivriiig crira- 
pouials f'jr the lalwiratory, anti a.^ for eerfuin eoa-stitu- 

tioriK. The rcM'sirehes of Hrown utui W.*tlkf*r ^ Imve opened 
up ail extreiiicly fniilfttl 

The ililta.4c neid-H haviiig the eutiftlihition 

(’tKtllffH.jid’tKJU. 

when filectrolysaal ttn hucIi or a** llwir wdiible Halts, discharge 
at the aiioik* the lUiiotiH 

{'(KKCTlji/fK). 

These p3ve hytlmcarbow, riuwtly ttrisaturafei! and in poor 
yield, enrljotik tieid Iteing sjilit off, 'Hh* rencdioti observetl in 
the easr* of aeet«t«n does not here pr«l«rniin»te. 

8ini{»lf* and wnmtth reactions, however, are obtained if an 
ester ^mp is infrotlnee*! Into tlw? dlhasie fatty acids. Sinee 


•IJeb Ann. »l. 107 »l, 41 
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ester groups, according to an experiment of Guthrie, ^ are 
electrolytically inactive, the mono-esters of dibasic acids behave 
like monobasic acids, i.e. carbon dioxide is split off and di¬ 
esters of higher dibasic acids are formed, saponification con¬ 
verting the esters into the free dibasic acids: 

2R00C(CH2) xCOO=ROOCCCH a) x - (CH 2 ) xCOOR + 2 CO 2 . 

Thus the diethyl ester of succinic acid is formed from ethyl 
potassium malonate: 

2 C 2 H 5 OOCCH 2 COO=C 2 H 500 CCH 2 CH 2 C 00 C 2 H 5 + 2 CO 2 . 

Von Miller and Hofer 2 broadened the possibility of the electro¬ 
syntheses of dibasic acids by borrowing an idea of Wurtz and 
using the results of Brown and Walker. Wurtz,as already 
mentioned, had electrolyzed mixtures of two fatty-acid salts, 
and accomplished the union of the different radicals to form 
the corresponding hydrocarbons. In the same manner, von 
Miller and Hofer electrolyzed mixtures of fatty-acid salts and 
mono-esters of dicarboxylic acids. Hereby the esters of mono- 
carboxylic acids containing a higher number of carbon atoms 
are formed. If, for instance, a mixture of potassium acetate 
and potassium ethyl succinate is subjected to electrolysis, 
butyric ethyl ester is formed, according to the following equa¬ 
tion: 

CH 3 COO -hCOOCHsCHsCOOCgH • 

=CH3CH2CH2C00C2H5+ 2 CO 2 . 

If the two carboxyl groups of dibasic acids are esterified, 
such a di ester can behave as an acid only when methylene 
groups possessing a decidedly acid character are present. Mulli- 
ken^ and Weems ® investigated such compounds. The sodium 


‘ Lieb. Ann. 90, 65, 1856. 

» Ber. d. deutsch. chem. Gesellsch.’ 28, 2427 (1895). 
® Jaheresber. d. Chem, 575 (1855). 

^ Amer. Chem. Joum. 15, 323 (1893)* 

®Ibid 16,'569 (1894). 
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compounds of diethyl esters of dibasic acids in particular fre-* 
quently behave in a manner analogous to that of the carboxylic 
acids, the anions uniting. The same compounds are thus ob¬ 
tained as are formed by the elimination of sodium by iodine. 
Thus sodium diethylmalonic ester gives ethanetetracarboxylie 
ester: 

COOC 2 H 5 COOC 2 H 5 

1 I 

2CHNa =2CH- +2Na , 

COO2H5 COOC2H5 

COOC2H5 COOC2H5 COOCaHs^ 

I I I 

2 CH- =CH-CH 

COOC2H5 COOC2H5 COOC2H5. 

If the methylene groups of dicarboxylic acids contain 
electrolytically sensitive radicals, the reaction picture is shifted, 
as will be touched upon in the special cases. 

Oxalic Acid.—The deportment of the saturated solution 
of the free acid on electrolysis was determined by Brester,i 
Bourgoin,^ Balbiano and Alessi,^ Bunge,^ and Renard.^ The 
general result was that oxygen and carbon dioxide were obtained 
at the anode and hydrogen at the cathode. It is possible to 
completely oxidize oxalic acid to carbon dioxide. On this 
property depends the great importance of oxalic acid in quanti¬ 
tative electrolytic analysis, into which it has been introduced 
by Classen.® 

The ability of ammonium oxalate to form soluble double 
salts with many difficultly soluble or insoluble metallic salts 
is in accord with the favorable conduct of the acid on electroly- 

^ Jahresb. f. Chem. 87 (1866). 

* Compt. rend. 67, 97 (1868). 

* Gazz, cbim. 12, 190 (1882); Ber. d. deutsch. chem. Gesellsch. 15, 2236 
(1882). 

* Ber. d. deutsch. chem, Gesellsch, 9, 78 (1876), 

® Ann. chim. phys. [5] 17, 289 (1878). 

* Classen, Quan. Analysis by Electrolysis (Wiley & Sons, N, Y.). 
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Ity whicli Dpcmtion it, may b(! entirely removed from the 
.‘-'((hition in the form of fras. 

the reducing <‘ffect.s rtf the current on oxalic acid were also 
observed. Tims on electrolyzing both the free acid and its 
sodium .<alt llalhiaiio and Alessi were able to prove the presence 
oi glyeoilie acid. 'I'afel and Friedrichs^ obtained a good yield 
of glyo.\yli(* acid by reducing oxalic acid in sulphuric-acid 
.''■oiulion at lead <(r niercnrv cathodes. Oxalic ester and oxal- 
ucctic ester are ea.sily reduced also. 

[ he oxiilation is not conipletc if the (dectrolysis is conducted 
in tlie cold solution, carbon monoxide as w(‘ll as carbon dioxide 
i(eing then hirnual at the positive jiole. 

'I'he deeornii((sitinn reactions of oxalates are entirely analo¬ 
gous to those of t he frer' acid. In alkaline solution the oxidation 
proceeds more ra[iidly than in neutral solution because of the 
better conductivity of the alkalies. 

.N'aturally ethyl [)ota.s'.sium fixalate cannot react in accord¬ 
ance with the scheme of the Brown and WaU^er’s synthc- 
.ses. When it wa.s electrolyzed both inv(!Stigators^ ob.servcd 
the pre.sence of ethylenm d’his unsaturated hydrocarbon was 
very likely derived from thfcester group. 

I’eter.stm** luus formulated the following equations of decom- 
{Kisitiou: 


T. f('(>011)2-(000)2 + 112; 

II. a '< >()) 2 + 1120 - ((JOOI I) 2 d- 0; 

III. f(:OO)2-20O2; 

I \h {('.(H >11)2 + O - 2002 + H 2 O. 

These data on the electrolysis of oxalic acid must be supr- 
pl(‘menletl by tho«i regarding its reduction to glycollic acid, 
glyoxylw; acid, and the reduction to formic acid (Royer ^), 


' ?fcr, <1. cticm. Ooselltjcti. 37, 3189 (1904). 

• Licii. Ann. 274, 70 (1893). 

»XtJtchr. f. phys. Chetn..13, C98 (1900). 

‘ Fompt. rend. 6», 1374 (1809), 70,731 (1870). 
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which is brought jil)Out wIkui using o.Kalic acid in place of nitric 
acid in a Grove cell. 

A Rcrit'K of r(!S{‘arches.(-oiic(‘rning t he n-Uition between the oxi¬ 
dation of oxalic acid and tlie electrical (ionditions have been 
made'. Oetteli discovercfd tlial tlu; current consumption 
rc(iuircd for an oxidation procc'ss is greater when a smaller 
current density is us(>d than wlnni a higlna- density is employed. 
Ackerb(‘rg“ (kdertnined that tlx; oxidation, which is trifling at 
apolislxMl i)la.timim arxxle, is r(uantitutive under the same con¬ 
ditions at a [)latiniKe(l anode. Salau-•'* investigated the elec¬ 
trolysis of oxalic acid, as to th(“ tcuision conditions and oxida¬ 
tion action, in sulphuric-acid and in a(jU(‘ou.s solutions at polished 
(bright) and platinized anodes. 

Malonic Acid. -This acid was invfistigated by Bourgoin.^ 
In a concentrat(;d solution of sirupy (amsistency it, like oxalic 
acid, is only slowly oxidized to carbon dioxide, with evolution 
of oxygc'ii. A strongly concentrated solution of the unaltered 
acid is found surrounding the jjosif iva; ehtetrode, even after an 
electrolysis of long duration. On ckxdrolysis of the sodium 
salt carbon monoxide is also jircsent. in the gaseous mixture 
evolved. The f)roiK)rtiona of the various gascjs, carbon mon- 
and dioxid(!, and oxyg<!n, remain fairly constant during the 
period of clc*ctroly.sis (85.S%, \l7‘'/< , 4.5%). 

In alkaline! solution tlx; decomposition products are the 
same as in neutral solution, only tlx! proijortions of the individual 
gases Ixiing diff(!rent, and varying according to the duration of 
the electrolysis. 

Miller,® on electrolyzing malonates, was able to detect a 
trifling quantity of ethylene. 

Petersen ® verified this fa<!t. lie formulated the following 
reactions: 


1 Zt^hr, f. Elektrochemie 1, 90 (1894). 

* Ztachr. f. anorg. Chom. SI, 161 (1902). 

® Ztschr. f. Elektrochemie S, 897 (1902). 

* Ann. chim. phys. [1] 14, 157 (1857); Bull cl. I soc. chim. SS, 417 (1889). 
® Joum. f. pmki Ohmm 127, 328 (1879). 

« Ztschr. f. phys, Ohamio SS, 7(K1 (lai)). 
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I . C[ 1 ■,(('()() H)2 = CH2(C00)2+Ha; 

II. Cl l2fCOOl2 + HaO = CH(C00H)2 + 0; 

HI. -ivA i2fCoo)2=C 2 II. 1 + 4 CO 2 ; 

IV . Ci 1 ..(GOO)a+O2 ” CO + H2O+2CO2; 


in wliich, however, III is inconsiderable. 

The Brown-Walker * iiudliod has been found to be of ex¬ 
cellent s(Tvi('e in Hk; (ikictrolysis of the potassium salts of the 
iuc)no-est(‘rH of inalonici acid. The formation of the diethyl 
e.stfu- of su(^eini(; acid from (‘thyl potassium malonate has already 
Ik'Cui mentioned (]). 103). 

If the ethyl [>otassitim salts of substituted acids are chosen 
a.s the .start in{;-i)tant, it is j)ossibl(! to obtain disubstituted acids, 
iieeording tf) the ubov(! reactions. 

1. rJthjil jiotmaiim rnethybnalonale yields the two sym¬ 
metrical dimethylsuccinio acids having the melting-points 193° 
and 121°. 

2. Klhyl pfitn.'tmvm elhylnialonate yields the corresponding 
xymmelricaL didkylmcanic (uddn, with the melting-points 192° 
and 130°. 

3. Ethyl palciHiiium dimethylmalonate affords tetramethyl- 
Huccinic acid. 

4. From ethyl 'pntaamm diethyhnalonate a substance having 
the composition GHfl 2604 , and which differs from the expected 
tt‘traethyl-.suceiaic acid by O 2 H 4 , was obtained. The nature 
ef this body has not yet Ixicn determined. 

Hydrobrornic acid splits off alcohol, the compound Ci 2 H 2 o 03 , 
which has fx^rhaps the furfurane formula 


(C2ns)2:C-C;(C2H6)2, 

0:C C:0 



l>eing formed. 

All these; reactions do not take place smoothly, but are 
accompanied by secondary reactions, principally oxidations, 





and, finally, the formation of unsnlurated esters may take 
place analogously to tln^ formation of ethylene from propionic 
acid: 

2 CallsCOO - O2II4 + Ct)j+CzIIsCOOH. 

Thus it was possible to isohite meihylacrylic acid by the 
electrolysis of elhyl polaamim dhiidhylmahnaie: 

2 C 2 H 5 ()() 0 C<[i{[;;(X )0 - C2I [r.()()CC<[;{[^COOII+CO2 
+C2H5()()CG<(Ji|5-\ 

In the same W'ay ethykrotnnir. arid is fornuid from the ethyl 
potassium sail of diethylmabnic. add. 

Mulliken,^ on ('Icjctrolyzing sodium ynalonic diethyl ester in 
alcoholic solution, obtaincid ethanctelracarhoxylie ester, as already 
mentioned. Weems,^ on (deetrolyzing the corresponding com¬ 
pound of methylmalonic, add, obtjiined dimethyleihanetetracar- 
boxylic ester, whereas ethylmalonic ester gave diethylethanetetra- 
carboxylic ester. 

The method of von Millerel(?ctrolyzing potassium ethyl- 
malonaie with potassium salts of aliphaiic carboxylic acids, also 
gives satisfactory results. If potassium acetate is chosen as 
the second component of the electrolytic mixture, propionic 
ethyl ester is formed; and likewise; by using potassium pro¬ 
pionate or potassium butyrate we obtain butyric ethyl ester or 
valeric ethyl ester respectively. 
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which are limited as much as possibk; by working with strong 
concentrated solutions and low (emjx'raturos. Moreover, the 
formation of esters also is always possible according to the 
equation 

2 ClI:i.(X)() = Cl laCXX)(lir., + C( >2; 


^ Amer. Cliem. Joum, 15, 323 (IS93). 

2 Ibid, le, 569 (1894). 

® Ber. d. deutsch. chem. G^llscb. 28, 3438 (1895). 
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Nitromalonic Acid.—According to Ulpiani and Gasparini,^ 
a hyiiro-alc()h(jlic solution of nitromalonic ethyl ester does not 
coiiduct the currcuit, but an aqueous solution of the ammonium 
salt drx‘R. According to this the ester appears as a true nitro¬ 
compound : 

COOC 2 H 5 
CHNO 2 , 

COOC 2 H 5 

but its animonium salt, on the contrary, as an isnitro-salt: 

COOC 2 H 5 
C = N00NH4. 

COOC2H5 

Thc‘ (‘h'ctrolysis of this latter does not give the free isonitro 
acid at the anode, but th(; dinitroethanetetracarboxylic ester: 

GOOGallr, 

2 CN( )0 = (C00C2Hs)2C(N02)C(N02) (C00C2H5)2. 

i 

(K HK'aHr, 

The animonium salt of nitromalonamide yields at the anode, 
only free nitromalonamide, whereas julminuric acid (nitrocyan- 

acetamid<‘),CN-CH(N 02 )on electrolysis of its am¬ 
monium salt, gives a new reaction product which has not yet 
l>eea investigated. 

Succinic Acid.—Bourgoin ^ and Kekul6 ® found that the free 
acid underwent oxidation with difficulty, only a small quantity 
of carlion monoxide in addition to some oxygen and carbon 
(lioxide ix’ing formed. 

Ihe neutral sodium salt gave the same products, as did also 
the alkaline solution of this salt, except that in the latter ex¬ 
periment the formation of carbon monoxide predominated. If, 
however, four molecular equivalents of sodium succinate were 

‘ Gftz*. chim. S‘2, II, 23,5 (1902); Ztschr. f. Elektrochemie 9, 477 (1903). 
* Ann. de chim. et phys. (4) 14, 167 (1866). 

»Lieb. Ann. 131, 84 (1864). 
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treated with one equivalent of sodium hydroxide, ethylene and 
a little acetylene could also bo detected. Kolbe ^ states that 
methyl oxide is also formed; Bourgoin, however, Tvas unable 
to confirm this statement. 

Clarke and Smith, ^ on oxidizing succinic acid in alkaline 
solution, obtained, besides oxygen, carbon mon- and dioxide, 
ethylene, methane, tartaric acid, and oxalic acid. 

Petersen® was unable to (kdect (dther carbon monoxide or 
acetylene in a slightly acid eh'ctrolytic solution of potassium 
succinate. The following equations e.ssentially express the 
course of the electrolysis: 

I. C2H4(C00H)2 = C2H4(C00)2 + H2; 

II. C2H4(C00)2 + H 2 O = C2ll4(C00H)2 + 0; 

III. (C2H4)(C00)2 = C2H4 + 2C02. 

Small variations in the conditions of the experiment, as well 
as in the degree of acidity, the temi)erature, and the kind and 
size of the electrodes, exert a great influence on the course of the 
electrolysis. 

According to the method of Brown and Walker,^ adipic 
diethyl ester is formed from ethyl potassium succinate: 

COOC2H5 COOCzHs 

2(CH2)2 =(CH2)4 +2CO2. 

COO COOC2H5 

Fairly large quantities of propionic and acrylic esters are 
also formed, probably by the reaction 

2 COOCH 2 CH 2 COOC 2 H 6 

=CH3 • CH2COOC2H5+ CH2; CHCOOC2H5 + 2CO2. 


* Lieb. Ann. 113, 244 (1860). 

’ Journ. Amer. Chem, 80 c. 21, 967 (1899). 
■ • Ztschr. f. physik. Chem. 33, 701 (1900). 

‘l.c. 
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Bouveault ^ claims that the yield of adipic acid is better on 
electrolyzing the methyl ester-salt in methyl-alcoholic solution. 
He obtained a yield of 80% by using a mercury cathode and 
a hollow platinum spiral anode, through which a current of cold 
water was passed. The acid succinic methyl ester occurs as the 
principal by-product, also a neutral methyl ester of a tribasic 
acid which was not investigated. 

Sodium succinate and sodium' perchlorate, electrolyzed by 
Hofer and Moest,^ gave hydracrylic acid as the chief prod¬ 
uct, besides acetaldehyde, acetic acid, methyl alcohol, and 
formic acid. The splitting off of carbonic acid and the intro¬ 
duction of the hydroxyl group occurs only at one carboxyl 
group: 

CHa-COO CHa-OH 

CHa-COOH +OH= I +COa. 

CHa-COOH 

Von Miller and Hofer ^ have also carried out the principle 
of the electrolysis of mixtures, discussed under malonic acid, 
using potassium ethyl succinate, and submitting the latter to 
electrolysis at the anode with potassium salts of monocarboxylic 
acids. They thus obtained on the addition of potassium acetate 
about 69% of the theoretical quantity of butyric ethyl ester: 

CHs • COO-b COO • CHa • CHa • COOC2H5 

= CHs - CHa ■ CHa • COOCaHs+2CO2. 

■ Incidentally a yield of about 22% of adipic ester was ob¬ 
tained. 

The synthesis of valeric ethyl ester from potassium ethyl 
succinate and sodium propionate was accomplished in the same 
way: 

CHs-CHa • COO-b C00(CH2)2C00C2H5 

= CH3(CH2)3COOC2H5+2C02. 

‘ Bull. soc. chim. 29,1038, 1043 (1903). 

»Lieb. Ann. 323, 284 (1902). 

® Ber. d. deutsch. chem. Gesellsch. 28,2431 (1895). 
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Furthermore, by UKUif!; a mixture of potussiuiu ethyl sueeiuate 
and potassium ifiohutymte, isohutylueetie ester was (.htaiiteil; 

(CH3)2:CHCOO+CJ()0(CH.;/’0()(',II,, 

Vanzetti and Coppadoro' have extended Use veil Miller- 
Hofer method to the (‘leetrolysis of a mixt lire of rthi/l /iii(ayxiiim 
malonate and ethyl potasxiinii siuriimtc. 'i'hey obtained a poor 
yield of the desired ghitariii diethyl ester: 

COOC2H5-CH-r COO I (’()().(’ll,■('[[,.('()()( \,l r, 

- 0O( )( bl I.V( d f 2 • CH,.■ CH 2 ■ ('<»()(',11! 2(’<>2. 

Moreover, sueeinie dic'tliyl «‘sler was formed from the inalonie 
acid, and adipic diethyl ester from the sueeinie acid. 

Pyrnlartu rir A rid 

Glutaric Acid (Nortnal Pyrntcirtimr Ariip. The n-sults ob¬ 
tained by Reboul and Hourgoin- ari* the following; A large 
part of the acid remains tmehatigeil, while a small part is 
decomposed according to the following equation: 

05“ IlgOi +7 02002 i ;«'0 } 41 12 O. 

(dfr 

A hydrocarbon of the eomi«)sifioji i /CII2 wjw md ol>- 

Cll/ 

tained; nor was an olefine fornietl. 

Similar observations were made in the electrolysis of jxitan- 
sium glutarate, also in alkaline solution. ■ 

Petersen 3 expresses the course of the electrolysis liy the 
following equations: 

^ Atti R. Accad. dci Lincei 12, II, 209 f 1903). 

’ Bull. 800 . chim. 27,545 fl877);Compt. mid. 84,123!, 1395 ,1877). 

• Ztschr. f. phys. ohem. 83, 703 (1900). 
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I, (‘11, (’nitil*.; 1 fl,,; 

n. (‘il, i (•("( , ■ li,(! i (); 

nt. ('ll, , 'jihk, I :i(;o ! :jii.3). 

'Hi*' iiiJi, 

{'ll, , (*(>(>., f 2o.„., 

ii<t. ^ n>ij t.-ik'- iilaff. 

i'>r'>«ii HJi'i alkiT * the dii'tliyl i'Ht(‘r of sulx'ric 

acid Iri.Jit »!h\l p>*ia>^'-i!i}(i 

Pyriitarturic Acid M>-lhvlsiiivini<' Aidd). Hidiniil !U1<1 liotir- 
«'ii I a 'iihitidii nf (hf tifulnil [inlussiuiii Hall, 

niiiaiif'd a '!»•]-(♦)( 'd fin- arid 'lal!; I lie foriitafioM of .hik'Ii an acid 
.'■ait in di*' ra>‘i- ><f jdulaide .acid dtwH not occur. ()n cotilitiuod 
cl< < !ri >iv u i!i>' cr\sii ajtjH'.ar. I tic free nidii tHdtiK rcj^cnor- 
a?cd. In alkaline “'<hiii«iii, al«o. llic forin.'dion of the nt'iil salt 
iK-cur’'i '.}i |.r«4njiie(-<i cli-cirnh is. Ncvcrlholiw the continuouH, 
tl)i»u{i!i lisiiLt, evxlution i4 ♦•arliori dioxide and carlion iiion- 
oxide i a |•r^«lf of extensive oxiilalion. 

I’f ) * mt eli-cjitilv/inr' a 'Jf, Mohition of potaHHium 

pvrot.arirat’ . foimd propylene. Uaddea curlion rnon-and dioxidi; 
amojiK llie e'.olvcd gawH: 

i’Hv 

CfffOtt Cir i 2('Oa. 

Cj (;,(■(«) (11a 

Prifuarv 'itcl fU’ronilary propvl alcohol could 1 h‘ iHolalcd fnrtn 
ftie rJcr!rolv?4-4 fluid. Iwith of which Hcemcd to iKt funned 
from propylene hv adilition of wafer; 

I, (111 C*fl, 

(11 fOH (1K)!f 
(Ifj H ( 1 I»; 

n. (11, (H, 

(If fH -nifa 
fUs Off tJHaOfr. 
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The strong aklehyck; reaction of (he <-lee(roIyte, after the 
experinaent was finished, indicatcH that the prijiiarv alcohol 
is partially oxidized further to propionie aldehyde, or (lait 
the propylene can yield propylem* ox do tliroiigh the intliience 
of the anodic oxygen, and, by molecular rearrangement, the 
a dehyde; 

OFi.., oir,-. (’ll:, 

CH +0=^CII \ (’ll, 

cn. Cl I,/ ( ’OM. 


Ethylmalonic Acid—The Ircfiavior of ethyl pf.(aH.siinn 
ethylmalonate has already Ixien mentioned in (he di.scu.ssioii 
of malonic acid. The potassium salt, in a 20'slightly acid 
solution, yields propylerui (Petersen •), and pnihably, like pyrm 
tartaric acid, primary and secondary proityl alcrdiol.' 

Adipic Acid. The ethyl potassium .salt was converted into 
the sebacic diethyl ester by Prown and Walker >: 


COOC2H6 Ct)(X:,II., 

2 (CH2) 4 ” (CT r,) H f 2 ( 

COO cb()(;,ir. 


PimeUc Acid.—In the same manner, the .jir-thvl e.ster of 
n-decaneicarboxylic acid is formed from the e.sfer' potassitmi 
sa^ of pimehc acid (Komppa,^ also W'alker and fmmsdrmS). 

anode*^°^*^^''^°^^^^^ as a by-product at thn 



I. cooc,H 6 cooc,ir, 

2 (CH 2 )fi »(0112)10 -f-’iCOa; 

CO cooa^ih 


n. COOC 2 H 5 

2(dH2)e - 

COO 


COOCalls OOOf’alls 
( ch 2)3 + (aH2h + 003 . 

CH axm 

CH 2 


U. c. 


*Ber. d. deutsch. chem. Gfenellsch, 
Joum. Chem. Soc. 79 ,1197 ( 1901 ) 


H 900 (1001), 
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Suberic Acid, tli«' iiMdliOii, givi*s Ihi* uf n-dcn 

^ In* 

Stdiiicic Ackl^ th*- ardd 

. IM'liarif liirffjyl a>4t«‘r uiid (lu* aHt<*r 

i:4 !||»- aa a.-id f HI. 

Til* - '■!*'*•» *ni| s?-. iUmis,--* \ibirti I la* at'ids (ur thair pofjisHiuni 
Kib’-^ *4 t|i.' Mvila' a»*M .:<ia-- uiiiirri^o vnu l>r billy iiibT- 
|iri'ti'»l hv ill*" !’»41<*iviii |4 **i|iiatiMiia: 

I. !!.; 

fl f ^ Hlh ! 0; 

I!! rj'!^:.. Hill -rjf.,, * 

I¥. IJriMliiriited Dibamc Adds* 

Maleic AckL AertirHiui^ Ui tbi* bai.H nf Kakuli'V 

a fail’d -avlyiiririi mC iIii' .Hfuliiuii uri idarlnilyMiHi 

:i,ud rarhuii Hinxid** lit I hi* niiiida, U'hil** a litlla 
aral i%.tr nt t!ii* rat had**. A tiinlmilar n*ii.r« 

faaiy'iii*’ii:f fiilliarir arid tirrurM la it trilltti^ i*Ktrnt. 

nyui 'd*'^vHm\w¥^s-n iiilfi hydnihriiiiiir nrid, nral rarlaiit 

IIP III- aisd 

Fjh^j! Mnirnk ipif riw*l ratibirriiaidy to tip* 

rrjir!if#ii f4 Ut^m'u iiiid \'Viitki*r iShi«d«iHhilt givon, iii roiiPMi- 
triif«*d iPtliii rarlKiriir mM, oxygon, atal luiml uriifrd 

liydrrniii»»iry; \%m\r\'rt, riiiirh of Iti** riialoriiil i»w*rv'iiig for tlif* 

atilftililf rr-fii4iSli,'< lllirliiiitgril. 

Ptnitaric Acii* - arid wiim iilfiri irivrMligiitof! fiy I\f*kiil«'*. 
A^ da*' !i«*giiiiiiiig of tip* r%j,rririritt li givon |iiiri* iippiylpfip liiid 
riiflioii 4h»%hh\ htit lifter ihr mnaiiliofi ItiiP pfirilirttiial for Morrir* 
fiiiir liir iirr'tiirip^ foiiisd to titixf**! wll.fi lUfti/l 

ptmiptnir HIcp tliP tliiilpIttP,* 

Itaciiflic Acifi 'Tip* rrfiifi*tif.riilc*il lailttliciii cif till* idkiill «ii!t, 
fT*rift4yr^''d li%' Aiirliiiwl,^" im%‘p n tiydrmirlioti kciitifi’k wlUi 
iiilylfOP% T*:||i|, wfiirli m tfiiil to Imwi tliP foriiiii!ii WTjJ 

n^h ¥t»it 

t#l. ril fimicii 

* hmn pmu tliriii PI I. m (imih m CI. 872 ). 
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along with this compoun.l. sciu.- propyi-, 

_ ihn was ahva% 


along with tins co!n[)')»ii<i. .-w..*. iciu* was fonacil. whJ 

a portion of the a(hl was always reg,.ncrute.l. 

/'/xTiir*. Acid..*' ila* COlKf* 


Citraconic Acid.-*.Th<‘ camccntralrd HolulKai of thi^ .oHliiiin 

salt, likewise elee(rolyw‘<l by Aarlaa.I," v iihir.l, hi-i,ies a lywlrn- 
carbon, CslLi, small 1 races af acr\ !i<- aial m.'Sacnnic aci.i'. 

Mesaconic Acid, maler similar cnialilinns. gives llic same 
hydrocarbon ami traces of acryli.- .mid itaconic acids. 

The unsaturated acids, on clccirolysis. consoquemly ap|«'m- 
to give no synthetic products at all. The aimmatie acids, like 
phthalic and benzylmalonic aciii, Iwiiavc similarly. 


V. Polybasic Acids. 

Malic Acid.—The electrolysis of malic .acid wa.s clTectcd by 
Bourgoin 2 and Brester.^ But h t he free acil. which is hut slowly 
decomposed, and the neutral .alk.ali salt. gave l he same proihu’ts, 
carbon dioxide and a little carbon monoxide arid oxygmi. 
After the comiiletion of the cxjierimcti! llic .solution contained 
some aldehyde and aeetie acid. Von .Miller and llofer-* also 
found crotomddehyde. 

Tartaric Acid (Dexfiat-rolary). 'I'he fre** acid is partially 
oxidized (Bourgoin and Kekuh''b to carbon dioxidr- and 
carbon mono.xide, while lire .sohilion contains acetic acid. 
Neutral potiussium tartrate gives priiici[>a!l\- carbon dioxid<» 
besides a little carbon nionoxdde and oxygen, .aciil potassium 
tartrate being at the Hanie liinc depi»siled. In alkaline sohtt ions 
the same gases carry with them Iraci’s of clliaiie, the forinniion 
of which is due to potassiurn acetate, which is found prcsmit in 
the solution at the end of the ojH*nili«»n; rdso some ethylene. 
Von Miller and llofer'^ ohtaincsl from a coiwontrated solufion 
of potassium tartrate carlxm moii- and dioxidcH and oxygen, 

‘ Joum. prakt. Cliom, [2] 7, M2 (1873), 

® Bull. soc. chim. [2] 9, -127 

> Ibid. 8, 23 (1807). 

‘ Ber. d. doutHch. chflm. 0«Mscl!Kch. 27, I?!) (189't). 

' Compt. rend. 65, 1144 (1867); Hull. mm. cliim. [2] II, 405 (IW). 

« Lieb. Ann. 131, 88 (IStlt). 

’ Ber, d. deutsch. chem. Oenellsch. 27, 470 (1894). 
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with a little formaldehyde and formic acid, but no acetic acid 
and ethylene as affirmed by Bourgoin. The ethyl ester behaves 
in a like manner. 

Racemic Acid.—The same investigators found that racemic 
add, on electrolysis of the sodium salt in aqueous solution, 
gives carbon mon- and dioxides and an aldehyde which was 
not further investigated. 

Ethyltartaric Acid.—This gave the same gases, but any 
other substances which may have been formed Avere not identi¬ 
fied. 

Methanetricarboxylic Acid.—Mulliken^ employed the method, 
which has already been discussed (p. 104), in the electrolysis 
of the sodium salt of the triethyl ester of this acid and ob- 
tainc'd (ithanehexacarboxylic ester, besides some malonic ester. 
Further oxidation caused the formation of sodium bicarbonate; 

2(COOC2H5)3C = (COOC2Hs)30-C(COOC2H5)3. 

Tricarballylic Acid.—The potassium salt of the diester of 
this acid Aras subjected by von Miller ^ to the BroAvn-Walker 
reaction, but without success. The ester-acid was in part 
regenerated. When potassium acetate, liowever, was added to 
the anode solution the expected reaction occurred; ethylsuc- 
cinic ester was produced: 

CH2 COOC2H5 

CH • COOC2H5+COOCH3=COOCsHs- CH2 • CH • CH2 • CH3+2CO2. 

I COOC2H5 

CHa-COO 

The peculiar fact that the di-esters of tricarballylic acid, when 
electrolyzed by themselves, do not afford the expected synthet¬ 
ical reaction, while the electrolysis of a mixture of the acid 
with potassium acetate gives these synthetic products, was 
made use of by von Miller with several aromatic acids which 
had previously proven unsuitable for synthesis when used alone 
(see these). 


* Am. Cheia. Joum. 16, 323 (1893) 

2 Zt.seh. f. Elektrochemie 4, 55 (1897). 
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Aconitic Acid. —On electrolyzing a concentrated, strongly 
alkaline solution of the potassium salt, Berthelot ^ observed 
oxygen, carbon monoxide, and a little acetylene at the anode. 

Marie 2 was able to convert aconitic acid into tricarballylic 
acid at a mercury cathode surrounded with a solution of the acid 
half neutralized with sodium hydrate. Sixty per cent of the 
theoretical yield was obtained: 

CH-COOH CH 2 -COOH 

C-COOH + 2 H=CHCOOH 
CH 2 -C 00 H CH 2 -COOH. 

7. Amines, Acid Amides, Imides, and Nitriles. 

The literature on these subjects is very scarce. Little is 
known regarding the electrolysis of amines, whose anodic 
behavior would probably be very interesting. They are stable 
at the cathode, and can be obtained electrolytically by reduction 
of the nitriles. Weems ® has electrolyzed acid amides in the form 
of their sodium or mercury compounds. He obtained only the 
unchanged material used as the starting-point. 

Tetramethylammonium Hydrate.—Palmaer ^ electrolyzed a 
solution of the hydrate in liquid ammonia in a Dewar vessel 
at about — 41°. Deep-blue rings having the color of a solution 
of sodium in liquid ammonia appeared at the cathode when the 
circuit was closed. A solution of free tetramethylammonium 
is probably formed, which could not be isolated. The chloride 
behaves like tetramethylammonium hydrate. 

Tetraethylammonium Chloride.— Goecke ® has investigated 
the behavior of the iodide of this compound in aqueous solution. 
He found at the anode tetraethylammonium triiodide: 

N(02H5)4l-l2. 


* Compare Bourgoin, Bull. soc. chim. [2] 9, 103 (1868). 
® Compt. rend. 136,1331 (1903). 

® Am. Chem. Joum. 16, 569 (1894). 

* Ztschr. f. Hektrochem. 8, 729 (1902). 

‘Ibid. 10,250 (1904). 
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'Ilii- \ wa - 111 ’ , -»3 till' iiiati'rial usi'il as the startinf;-[)oint . 
A Hnli- jiniitfiiriii i- a! i< iifuihii'i'il, Iiy tin* actidri <if ioilinc on 
of i||i- oritniia! ioiliili'lifstroycil by ox’nlatioii. 

'liii' iii' tlio'i Ilf Taf''! I i<. '2‘ii, which has iiccu discussed in 
th'' liii oi' iica! j' U!. has aha» done ^ood service in tiie redutiliori 
of Mio iiiiniido and oine of its derivatives. 'I’liis method, 
for M dui'inj.': in nijiinnic-acid solution .^iihstaiiees nalucihle with 
liitiicuhy. has alM 1 jiroven very fruitful in the tloiuain of the 
carlioiiie acid di-t i',atives Hint of llte alkaloids. 

Sutcinimide. 'I’afei and Stern,* hy reduction of this suh- 
Hiaiicc in a Till' f ;>;ilj<h!»'ic acid, ohtaiiied ahout tiO'’," of a yielil 
of jivrrolidone. The thud was kept i-old and electrolyzed at 
hiF'h current densitu s; 

CH.t’tt (•H'.'CII'.' 

NH 1 fla >N'H. 

CH. ('•t' CH.'Ctt 


Fairlv larEe qtuiiilities of suhstatices luiviiifj; hitcher hoilinfj;- 
jxiintH. hut which do not hoil without decoiii posit ion, are also 
Jiroduced, 

The reduction of 

IsopropylsuccliiimWc, jikewi«> electrolyzed, gave a yield of 
ahout sp'; of the theoretical of isopropylpyrrolidoae: 


(Tla-dla.. 

X (lltT!l:da 4 If, - I >N'(:ii((:iy 2 . 

Succlsanil was eonvertetf hy the same ttiefhoil (Baitlie and 
'nioitia*'I. Itut in rmfffttrnkd sttlpluiric acid, inttt phenyljjyr- 
rolidone; 


C’lla'tTk^ 

>Kf*j|IIs + Ilj 

rn-ji'iy 


airoiv 

>N(yi8. 

CHs-CO / 


* Urf i| 4c«i«c!i etwm. Cfciiwlk«h, S$, 2224 (ItXIO), 

»iy.i n. 
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A luoiliTati' yicli 

1 Ml J 

.-Irilyiji; 

•.-n'" ili<! 

h »n«* 

i: Mi,!;il!t' I irum 

p-tolylsuccinimide in 

o.v ; 


if .-ifi' 

I • 


('ll..-Cl )• 



<1i.r 

ni. 


•X'C.ill-. 

•<■11,. 

1 H.' 



N'CJf, 

(■'n.,.('! )■ 



t'll,- 

1 *1» 


Acetylpyrrolidone 

(•:.!. 1 

•t‘ rf‘iut 

■.•a iM 


.•Ijn'r!'*.!},!,.!!,- iu 

50' ,' siilpliurif ai’i'i 

(Taf.-l 


•ni ’ : 



Cll.-CH:: 



Cli, < 

1l.r- 


/N’( 'f >( 

'11:,+ 

•Jli.' 



\<’n*. I!/1. 

('ll,,.{•(> 



<‘li. ‘ 

't I 



Hydrocyanic Acid. In --MiuiiMii Iiv0r*'«<"v;'iiiir 

a.td0 hroaks up MunutItly, tiiiU« 

lijun anri ryaiujpui. rjiiu'iuilraU-d at'id tn rJatli m 

(Ircif) of Hulpliurir aoiO ha^^ aii4^‘4 rar!'»uii tipmnnph^ 

and a.nunonia P^rhlarnkudinulU'ii 

I^fflasslaifi (ijiinidr, ■ In !li«^ i|.oiU*ai i»l tliia ruir 
diidnd hy ih* autlnu' lad npiUioii**d. it foiind iljat ri*i 
oxygon 0 Hraj«‘d at l!io Imt t}a» jpjia^aiiiin i''v:iiiid»' 

oxidiznd to pola^hiiiroyauafo. Bart^di asy! riip:t^«ll!i tiBfaiiP'd 
mollogono frtarj pola^dtiiu fyvafiido Irv tming r:ifh*iii 
and iiiollitio arid at grapliito aiiod*“^. 

Potassium Ferrocyanide.- ^ 7lm rr*fi4}*rtiiiii! givfp fit lio-* 
iiia>dn liy«lr«a*yantr arid and Brii-^^an l-ihir, and at t li»" rut hud*" 
hydrcigrn and jwdaf^dtiin livdroxid*- fporrol ^y; iiIho ryaiiogrn 
(S(*hlagdrnliiMif1tai ^ and 

Potassium Perrieyaaiii fni *4rrtroIy,H'b ii}c**mi»" 1 ^ 1111 - 

sian blui't® ai iho inimir, \mn% fiml i4rrir«ilyfir nxidfilitin 
product of poUmimn fiTriryiifiidt*. 

Sodium Nilroprussidt.—i'll! f*!nriro!y?ifig a flilntt* mhmnu nf 
this salt for a pridongod |rri<«h Width iitifr*! if-r fiiriiiiitinii cif 

* 1.». 

5 Am. cliim i.li,v», 7H.2IA (JSIli. 

sjithns*!.. f. a«>m HWl, »JS, 

* Ttjinmaid, Tnut6 720, 

*Joiim. f. pmkt. dmttii*! S«, I lA HHiA) 

* Kiig. Pat. N«». im ii.‘vw*w Hit, ijn tmn). 

’ Jahnwb. f. diwn. imS, Mta, U«W. 31) 
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aiii!ip»iii:i :Hiii jina?iun t»f mi*taliir iiajii; at tla* |M)sifiv(^ 
I'lfi-triK!»• hliii* apjH^arfMl, an«l rii(nf<^^*n, oxy^<*n, ajul, 

if i!i«* wa- mijiiniitMl, aitriiMixida, als(», \V(‘n*^ivi‘{i 

tiff. Im a rniir.aifrat*-i| -ulutinu inn<‘li afitrnnaia was foniKnl aJ> 
lli»‘ r'alhnd*-. and iiitrir n\id<’a|i|ii%'irf*i af lla^arinda, 

Nitrihts. Ahr^ n-.- !w ria'aii- n{ thi- flia'trnlyti<‘ atMitina af 
!iydrn|aii. :•■■■ i|}*s'r»l«'d 111 i'na\i’rhii^ nit ril(*s inf (I prirna.ry aminas^ 
wliil*^ aai!FM!i«‘MUdV \ut!i fit*' radMatiun a. partial sajKatific’afirni 
Ilf ilia Mf'-riirrad, a-> raprasantt'd Iw fha fulliAvin^^aquation: 

ii.rx ^ H.rnttn i 

Acrtniiitrilr. I'hi.-'-i 'sita'^fanai* ifi sulptiurir - a(*id snluf.ioa 
yiafi- iiidv M ■■:|iiall qii:infify of affiylaiitin<% alf!it»u|di a (a)n- 
^■':id*'r;d4^' qiaiajif^' m} n-propylainiiii’ is foriitad fnan n-propyl- 
iiifrilta 

Hi*' ia'*iu»’tion *if nraiaufa-’ lakaH placa* williouf fir* 

arrviirrrijrr of -rain*!ary r«*aations. Hiis is illuMfratfai in Ilia 
|Mr!ii:i!|o!i *'»! lalirilii' frf)iii lnuyHufrilr aJid of phanyl- 

a I! 1V1; 5II i i 11«* 1 ■*" Mill 1^1 ■ .1 ■? .'1/1* ^ ' 

s fAiiiaivn* Aotn iH-auv\ tivfs. 

TmI'j*'! -’Old lii.s Imv** iiivaaii||atad ilia urir-aaid groufy 

wliiafi iiirliida-'i I!ia uraidas of dihasia aaids, as to iiH liahavior 
raduaad aJ ksid iri sulfitiiiria-aaid 

MMl!|tp.j|:a All iip-liiliars i.if lliiH group b'loitg fo tita ciiffiriiltly 
ri.ajiirili|a ; llii'^ idaafiailytif‘al afli'at ran iiftcui lint, ha 

atlaiip^d liv rliafiiiral iiiajiiis. ITia faduatinnih«*H lini iifTr^at tha 
tirfa'agrMii'ji. Inif d«“S aat fill IIp* kafnlia-grniipK and Ilia dnillila 
li4’iiid*^ of ilif' rialiaiilsniiitad with Ilia faitha'liiida»riifilfH!ula, 11 uih 
| iara}iaiii«* arid m rfinvarlad iiiln liydiintoin mid aitiylariiviiran.' 
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E. Fischer claims that the members of the uric-acid group 
can be considered as derived from purin, a parent substance: 


( 6 ) 

( 1 ) N = CH; 

I I (7) 

( 2 ) CH(5)C-Na 


(3) N 


II 

_ n-NT 


(4) (9) 


Accordingly, uric acid appears as 2 , 6 , 8 -trioxypurin, and 
caffeine as 1, 3, 7-trimethyl-2, 6 -dioxypurin; 


HN-CO 

I i 

CO C-NH\ 

I II > 0 ; 

HN-C-NH/ 

Uric acid 


CH 3 N-CO 

I I CH 3 

CO C-Nv 

i II > 

CHsN-C-N^ 


In the electrolytical reduction of the investigated purin 
derivatives, it appeared that the oxygen in position ( 6 ) of tho 
purin nucleus is the only one that can be eliminated for 
hydrogen. But an addition of hydrogen occurs also without fi 
loss of oxygen; this happens in the conversion of uric acid into 
tetrahydrouric acid. Further particulars will be mentioned 
under the individual substances. 

Parabanic Acid, the ureide of oxalic acid and oxidation 
product of uric acid obtained by the action of nitric acid, i^ 
converted into hydantoin and ethyl urea (Tafel and Reindl 0- 
Methyluracyl, the reaction product of acetoacetic ester and 
urea (water and alcohol being eliminated)^ can be easily reduced 
in sulphuric-acid solution (Tafel and Weinschenk^). Methyl- 
trimethylene urea is formed, also a considerable quantity of 1 . 3 - 
diaminobutane: 


‘ Ber. d. deutsch. cbem. Gesellseh. 34, 3286 (1901). 
»Ibid. 33, 3378 (1900). 






UJ'J "I h’nL\SiS nF AUPHATIC C’OMpoi'XDH, 12*1 

NH -CH-GII., 

‘'H vHllj CO (JH. hlM); 

^ i II 

NH (UI. 

GHCH;, X'Ha Cir-OH-, 

i ^ ! ■ 

H. <’o Vil, i H,0 CIl, .f.c02. 

i I 

N‘H <’H.r NFI, ('[I, 

Bsrbituric Acid, ,'ifiiliinifl I rvn, \v!is By tli(“ 

caiiio aiiSlinr^, if iik*-wiA- yivi-s two proiiucts, liydrounusyl 
and friuH-ili vli'ii!* Jircit: 

XH CO NH cir.. 

! ! ! ! ' 

I <0 CJI.vdH, (O CH.+ HaO; 

NH <0 Nir (O 

NH (O NH CHa 

1 i I i 

11. Cif CHa ^ -IHaCO cn. h2H/) 

! '^ I I * 

NH C(J NH^CHa 

T}i»' crtnvnrliiiilify of rnaioriyl into triwicliiylf'Mo urea 
t!ik«‘ii ill rofifH'ctifm wilh fh« dooofwjMiHahility of tho cyclicul tirciiH 
info dia«iin*« and I'firhonic iw-id aiT(»rd.H u nimplc inctfiod of 
oJitainiMK I,.l-disfi»ino|iri>{iHni* from malonio ncid in the Hfimn 
iimiHior a,*! i ..’CdiafiiinofnitHiHf i.h [irodtifcd from mothyl ftracyl; 

Nil GHs NH, Clfa 

I I I 

C’O CH, 4 n,0« OH, PCX),. 

^ I I 

Nil CH, NIIa-CH, 

IMttItirfc Add, Tartran^ I7rm.—-Taftfl and Iloind!» raduwid 
thin and oidiumtd a» chkif rialuction product iiydro- 

uraryl, frimctiiylcnn tima and oxyfrimothylono urea; 

* liir fl 4mmh ami (iimu), 
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NH-CO NH-CHs 

II I i 

I. CO CH0H+3H2=C0 CH 2 + 2 H 2 O; 

11 11 

NH-CO NH-CO 

NH-CO NH-CH2 

11. CO CH0H + 5H2=C0 CH2+3H2O; 

NH-CO NH-CH2 

NH-CO NH-CH2 

III. CO CH0H+4H2 = C0 CHOH+ 2 H 2 O. 

NH-CO NH-CH2 

Uramil is the reduction product of violuric acid, which is 
the isonitroso-compound of barbituric acid: 

NH-CO 

1 I 

CO CH-NHa. 

i I 

NH-CO 

It is easily reducible, ammonia being split off, and forms hydro- 
uracyl ^ as the solely crystallizable body. The same product is de¬ 
rived in considerable quantity in the electrolytic reduction of 
Alloxan, Mesoxalyl Urea. There are also produced in this 
reduction alloxantin, which is difficulty soluble and can only 
slowly be reduced further, and large quantities of non-crystal- 
lizable gummy substances: 

NH-CO NH-CH2 

1. CO 00+4^2=CO CH 2 + 2 H 2 O; 

II II 

NH-CO NH-CO 

NH-CO NH-CO CO-NH 

II. 2C0 io+H2=CO i CO + H2O. 

NH-CO NH-CO CO-in 

AJUoxantin 

^ Ber. d. deutsch. chem. Gesellsch.. S4, 3290 (1901). 
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Uric Acid. I!i«* of uric jirU cun Ik* (’oudiicted in 

Hiii'h a wa}' ilia! if taken placa* principally ucconling to the fol- 

Itnviiig lajiiaiioii (laid 

C’dldkiX-i rfur f n/h 

I'afel ralln thi* resulting piaxluct punui, and givers it tli(* 

fctlkHviiig foniiula: 

XI! Cdf, 


c;n (n XH 

Xlf ri! X!I 


/ 


/(’(). 


If in foriiiMl ah'iitnsl exeluniv<’ly in the* reduclifui of uric aeid 
ill a 75^ * niilpiiiiric ariil at 77* arnl with high cnirnutt con- 
ceiitrafion. A part of llie puron jn ni<ilc*<»ularly rr*arranged 
already at {2*'d7/y forming an inouaTic .nuljslano*, inopuron. 
I1ie niriirtlire of the latter haH not yet lM*en <*xplained. I'etra- 
iivdrotiric acid ami inofiuron are formed in Huljihuric acid 
lit 21 f* and with a iowT current concentraiiom 

Hie re'iictiiiiiH call }«» expreHsc*il liy the folhiwing equationa: 


XH 

('ll 

XH 


(•« 1 

(' XH 

cn 

(■H NH-. 



A'liHi Ha i 
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XH 

1' XH 

Nil 

01 -NH' 
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>i*'' V'i4 
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Xil fu 

11. ro (• N'll 
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Xii e XII 

XH ciu 


4‘(M2 Ha 


NH/lONIICffa 


ee CIl-NfltXI.XH* 


NH»CO 
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CH-NIL 

1 yx). 

Go-mv 


Ttiirikhydrourie anlit 


S)«>r. < 1 . (imtmiti. (leMiUiKsh. M, 
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The structure of the last-mentioned acid has not yet been 
determined with certainty.^ 

Strange to state, the methylated uric acids, when reduced, 
do 3 deld purons which (excepting tetramethylpuron) can be 
molecularly rearranged into isomeric isopurons, but the corre¬ 
sponding hydrated uric acids are not produced (Tafel . 

3 -Methyluric Acids.—The two isomeric and structurally 
identical 3-methyluric acids, the d- and C-acids, give 3-methyl- 
purons. These latter are extremely similar, but show differ¬ 
ences in solubility which point to the possibility of an isomerism. 
A certain quantity of isopurons was already formed during 
electrolysis by the rearranging action of the 60-70% sulphuric 
acid used as electrolyte: 

NH-CO NH-CHs 

do C-NH\ CO CH-NH\ 

i II >C0+3H2= I I >00-^20. 

CHaN - C-NH/ CH 3 N - CH-NH/ 

1 . 3 -Dimethyluric Acid. — The reduction to 1.3-dimethyl- 
puron takes place very slowly in a 75% sulphuric acid solution. 
The molecular rearrangement to isopuron is also very slow. 

3 . 9 - Dimetliyluric Acid gives similarly a 3.9-dimethylpuron 
which, if heated in a 10 % sodium-hydrate solution, smoothly 
rearranges itself to form the iso-compound. The electrolytical 
effect is hence a normal one: 

NH-CO NH-CH 2 

I 1 I I 

CO C -NH. CO CH-NH\ 

I II >CO-^3H2= I 1 >C0-)-H20. 

CH 3 N -C -N / N -CH-N / 

CH 3 CH 3 CH 3 

7 . 9 - Dimethyluric Acid gives correspondingly a 7.9-dimethyl- 
puron. 


^ Ber. d. deutsch. chem. Gesellsch. 34, 1181 (1901). 
" Ibid., 279 (1901). 
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i. 3 . 7 -Trjm«thyluric Acid, or nydrosycalTcnu*, is chanKial 
ini'* 1 ..! . iriisji-Tiiyljiuron hy elect roly tic reduction in (iO',', 
: lilj.hurir' ;Mdd, A yood yield is ohtjiitied. By liydrochloric 
,'iei i. ntid nl'O hv henliiHi: in a ID',' sodiuin-hydroxid(i .solution, 
i? i eon%erfe i into the iriniethylisopuron. 

Tetramcthyiuric Acid, 'riiis suhstance, hy reduction in 
'odi.hiuje acid, is clianj'eil t<t tetrainethylpuron. Tlic 
I;i!O r >io« « not rearrange itself. 

I'liA' f’n CM.. 

i I CM;, 

<“'» <■ N (’() CM K 

i! mc.mm, 1 I .COIM.O 
CM,.S' c X CM-tX CM 

<M, CM., 

1 af« 1 has |»rojiio,Ni.d the following three forinuluH for i.sopur<)n: 


C<»ii CM X 

NM CM XM 
I. 

.X 


COM (dl- NIL 

i ! ;x 

NM -CMdK 

M. 


COM CU -XM, 

I 1 

.XM CM '^ N' 
IM. 


'^(K)M. 


‘l af, I h,is also aucif«j«fu!ty rednw'd tht* xanthine btisf's; 
Ouaniiie. xafilhitw, tlieohroinirie, enfTe'irie, julenine and hyjm- 
MiiShin*-, «»r «,»rciiie. The elecirnlyte waa a Hulphuric-acid 
••olution, and fewl eftlliif»«|es were employed. 

'ihe effect i’oriMi«ia in the addition of two liydrogen atoms 
;»nd the elimination of »n atom of oxygen. Tjifel calls the 
rednrtttai j>rf*<luet# tlrmjty-hHiks, Tlieir fornmtion is char- 
acP riNtie * 4 f the xanthine Imstts. 

Xsnffcint, on redsadion in 75% sulphuric tichl, yields 
’ ‘ ■' * 'Os? ykhi t» W% of the theonstically posstblo 
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quantity. The reaction takes place in accordance with the fol¬ 
lowing equation; 


NH-CO 


NH-CHa 

I i 

CO C-NHs 


CO C-NH\ 

1 II VH-1-2H2= I II >CH+H20. 
NH-C- W Nhl-C- 

Xanthine Desoxyxanthine 


The latter compound is therefore to be regarded as 2-oxy- 
1 .6-dihydropurin. These experiments were made by Tafel 
and Ach.^ 

3 -Methylxanthine gives analogously 3-methyldesoxyxan- 
thine or 3-methyl-2-oxy-1.6-dihydropurin (Tafel and Wein- 
schenk and 

Heteroxanthine, 7-Methylxanthine, yields desoxyhetero- 
xanthine, or 7-methyl-2-oxy-1.6-dihydropurin: 


NH-CO NH-CH 2 

II II 

I. CO C-NH\ CO C-NH\ 

I II >CH4-2H2= I II >CH+H20. 
CH 3 N -C- N^ CHsN -C-N ^ 


II. 


NH-CO 

I I CH 3 

CO C-Ns 


NH-C-N 


/ 


:CH + 2H2 = 


NH-CH 2 
I I CH 3 
CO -C-N. 


NH-C 


-W 


CH+H 20 . 


U desoxy-ccanpounds are suitably oxidized, they lose two 
atoms of hydrogen and pass into oxypurins. 3-Methyldes- 
oxyxanthine is thus converted into 3-methyl-2-oxypurin: 


N = CH 
CO C-NHn 

I i! 

CH 3 N-C- N 


/ 


CH, 


* Ber. d. deutsoh. chem. Gesellsch. 34,1165 (1901). 
’ Ibid. 33, 3369 (1900). 
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and desoxyheteroxanthine gives the corresponding 7-methyl- 
2 -oxypurin. These' oxidation products furnish the proof of 
the constitution of desoxy-compounds. The constitution for 
some of the members had been determined by E. Fischer through 
synthesis. 

Theobromine, or 3.7-Dimethylxanthine, was reduced by 
Tafel ^ in 50% sulphuric acid. He obtained desoxytheobro- 
mine, or 3.7-dimethyl-2-oxy-1.6-dihydropurin: 

NH-CH 2 

1 I CH3 - 

CO C-Nv 

I 11 >CH. 

CH 3 N - C-N^ 

3.7-Dimethyl-2-oxypurin is formed on oxidation with an excess 
of silver acetate. 

Caffeine, or 1.3.7-Trimethylxanthine, was reduced in 50% 
sulphuric acid to desoxycaffei'ne by Tafel and Baillie,^ while 
they were investigating the reduction of acylamines to 
alkylamincs. In a later investigation ^ they showed that 
desoxycaffei'ne is to be designated as 1.3.7-trimethyl-2-oxy- 
1 .6-dihydropurin: 

CH 3 N-CH 2 
1 i CH 3 

CO C-Nv 

1 11 >CH. 

CHaN-C-N^ 

By oxidizing it with lead peroxide, 3.7-dimethyl-2-Gxy- 
purin-l-methylhydroxide is obtained: 

OH 

CH3N = CH 
I I CH 3 

CO C-N\ 

I IL >CH. 

CHiN-C-N^ 


* Ber. d. deutsch. chem. Gesellsoh. 32, 3194 (1899). 
’Ibid, 686 (1899). 

•Ibid, 3206 (1899). 
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This is a compound which corresponds to the 3-methyl-2- 
oxypurin obtained from 3-methyldesoxyxanthine. Its strongly 
basic properties are conditioned by the methyl group in posi¬ 
tion (1). It may be here mentioned that Tafel has worked 
out his valuable method chiefly by the use of caffeine. The 
corresponding investigation has already been considered (p. 24 
and p. 52). 

Guanine, 2-amino-6-oxypurin, when electrolytically reduced 
in a 60% sulphuric acid, is converted into desoxyguanine, 
a base containing no oxygen (Tafel and Ach i): 

NH-CO NH-CH2 

NH2C C-NH. NH2C C-NH\ 

II II >CH+2H2= II II >CH+H20. 
N-C-N^ N-C-N^ 

Desoxyguanine, 2-amino-1.6-dihydropurin, is easily oxi¬ 
dized to 2-aminopurin: 


N = CH 



This substance is isomeric with adenine and is vef^ 
lax to it. Nitrous acid converts it into 2-oxypurin, an 
isomer of hypoxanthine. 

The firm of C. F. Boehringer & Sohne (Waldhof-Mannheim) 
has patented 2 Tafel’s process for reducing xanthine bases. 

I 

9. Dehivatives op Caebonic Acid Containing Sulphur. 

Potassimn Xanthate. —C. Schall ® _ obtained, by the elec¬ 
trolysis of potassium xanthate in aqueous solution and with 


^ Ber. d. deutsch. chem. Gesellsch. S4, 1170 (1901). 

*See especially D. R. P. No. 108577 (1898): Process for the preparation 
of xanthines containing less oxygen by means of the electrol)rtic reduc¬ 
tion in acid solution of alkylated xanthin^. 

8 Zeitschr. f. Elektrochenoie 2, 475 (1896); 8, 83 (1897). 
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CHAPTER IV. 


THE ELECTROLYSIS OF AROMATIC COMPOUNDS. 

In the aliphatic series the carboxylic acids fui-nish the 
principal material of electrolysis. This is due to thci reactivc'- 
ness of their anions, which readily split off carbonic acid, thus 
affording manifold syntheses. In the aromatic series, however, 
the nitro-compounds are the more interesting, on ac;count of 
their easy reducibility and the importancfi of tii(‘ir rc'diiction 
products. The facts which give to electrochemicuil n'duction 
pre-eminence over oxidation have alreaily been explaitKsl in 
the introduction (p. 2). 

Single oxidation processes have, howowf'r, also IxK^tnne 
important. Besides the oxidability of easily oxidizable sulv 
stances, for instance aniline, or easily oxidizable groups like 
methyl, the peculuir reaction which .seems to occur v<‘ry 
frequently in the electrical oxidation in suljihuric acid, and 
which consists of the entrance; of oxygen into the benzene 
nucleus, must be emphasized. Hydrocarbons, idienols, quin- 
ones, and azo-compounds seem to behave alike in this reispcict. 

Electrolytic substitutions furnish a furthc'r general point of 
view. 

Although the substitution processes afforded by the action 
of the primarily discharged anion of an inorganic salt upon an 
organic body are to be included among the .simpler reactions, 
the results obtained so far in this domain have been very scanty, 
especially in regard to aromatic substances. The above- 
mentioned investigations of Elbs and Hertz, as well a.s those of 
Forster and Mewes on the electrolytic preparation of iodoform, 
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can. serve as an indication that many interesting and 
tive problems yet await solution in this field. 

1. Hydrocarbons. 

Benzene.—Renard/ by the anodical action of tlio currcnit 
in an alcohol-sulphuric-acid solution of benzene with ])lMtinuni 
anodes, obtained a body melting at 171° which Gattorinn.nn and 
Friedrichs^ recognized later as hydroquinone. The is 

also formed (Kempf^) if a mixture of benzene and 10'^ 

sulphuric acid is electrolyzed at lead-peroxide anodes nnd l(‘Md 
or zinc cathodes. Quinone is first produced at thc^ an<>d(‘ with 
the aid of th(‘. lead peroxide. It is then reduced at the <^atho(l(^ 
to hydroquinone. 

The procciss very likely occurs in the same way at a ] dal itunn 
anode. Hydroquinone itself, when oxidized electrc>1 ytic*aJly, 
yields only traces of quinone (Liebenmann , qiiinhydrotu* 
bcung the chief product. 

However, it is not impossible that at platinum nriode**^ 
a direct introduction of hydroxyl groups into the r>c‘tiz(nir* 
nucleus, i.e. a primary formation of hydroquinone*, t4ikc*H 
place, especially if concentrated sulphuric acid is clic iHfu as 
the electrolyte. Chemical as well as •electrochemictnl i*%pc‘ri»“ 
(mces indicate this. Thus, by means of pe^rsulphuric u<*id nv 
its salts, obtained by the electrolysis of sulphuric stcid or it.B 
salts, nitrophonol can be directly converted into nitrohydrcH 
quinone, salicylic acid into hydroquinonecarboxylic imd, 
anthraquinone into alizarin, and this latter into aliziiriii-bor- 
deaux and alizarin-cyanine. 

It may be here mentioned that oxygen can thus be c dc^cdTo- 
lytically introduced into azobenzene. Heilpern,^ by electrolyzing 
azobenzene in concentrated sulphuric acid, obtained 


1 Compt. rend. 01, 175 (1880). 

* Ber. d. deutsch. chem. Gesellsch. 27, 1942 (1894). 
3 D. R. P. No. 117251 (1899). 

^Ztschr. f. Elektrochemie 2, 497 (1896). 

® Ibid. 4, 89 (1879). 
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azobenzene, a fast dye, soluble in concentrated sulphuric acid 
with a cherry-red color and resistant to the action of light and 
acids. 

Toluene.—According to Renard,^ this compound, by elec¬ 
trolytic oxidation in alcoholic-sulphuric acid, forms benzalclehyde 
and phenose, C6H6(OH)6(?). According to Puls,^ there are pro¬ 
duced in the same electrolyte, using a diaphragm and a platinum 
anode, benzaldehyde, benzoic acid, benzoic ethyl ester, and, as 
chief product, p-sulphobenzoic acid. Under the same con¬ 
ditions, Merzbacher and Smith ^ had obtained a poor yield of 
benzoic ethyl ester. 

Law and Mollwo Perkin ^ report on the electrolytic oxidation 
of toluene, the three xyleneSj mesitylene, and pseudocumene. 
In a sulphuric-acid-acetqne solution of toluene they obtained 
a little benzaldehyde and perhaps benzyl alcohol. The elec¬ 
trolysis of an emulsion of toluene and dilute sulphuric acid 
leads to a complete combustion of the toluene to carbonic acid 
and water. 

The three xylenes, electrolyzed in acetone and dilute sul¬ 
phuric acid, yield principally the three toluic aldehydes, rn- 
Xylene, even when sodium acetate and acetic acid are employed 
as electrolyte, gives the m-toluic aldehyde. 

Pseudocumene, in the presence of acetone and sulphuric acid, 
gives apparently a mixture of the three isomeric dimethyl- 
benzaldehydes. Analogously, mesitylene is oxidized to mesity- 
lenic aldehyde. 

Naphthalene. —This substance, electrolyzed by Panchaud 
de Bottens ^ in a sulphuric-acid-acetone solution at platinum 
and lead anodes, gives, besides a brown by-product, principally 
a little a-naphthoquinone. In glacial-acetic-sulphuric acid 
traces of phthalic acid are formed at platinum electrodes. 


^ Compt. rend. 91, 175 (1880). 

* Chem. Ztg. 25, 263 (1901). 

® Joum. Am. Chem. Soc. 22, 723 (1900). 

^ Trans, of the Faraday Soc. I (25/10, 1904). 
^ Ztschr. f. Elektrochemie 8, 673 (1902). 
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2. Nitro- and Nitroso-Compounds. 

Of all organic substances which have been tested as to 
their behavior towards the action of the electric current, 
aromatic iiitro-compounds have received the most accurate 
treatment and attained the greatest importance. The reason 
for this lies, on the one hand, in the fact that the nitro-group, 
being extremely reducible, reacts only at the cathode, whereby 
the end-products are closely and simply related to the product 
started with; and, on the other hand, in the variety of the 
reduction phases which the nitro-group can develop, depending 
upon the conditions of the experiment. 

It thus happens that the class of nitro-bodies not only affords 
the greatest number of important results and smooth reactions, 
and thereby is of great importance technically and for the 
manufacturing side of organic chemistry, but it also offers the 
suitable starting-point for the treatment of general and special 
theorc'tical questions. So far as these are of a general nature, 
treating of the relation of the reaction velocity to the reduction 
velocity and referring to the importance of the cathode material, 
they have already been discussed in the first chapter. The 
theoretical relations, which are of importance only for the 
reduction of nitro-bodies, will be briefly considered here. They 
can be divided into purely chemical and electrochemical ones. 
The former, which obtain in every method for the reduction of 
nitro-bodies, destirve mention because they were first understood 
in closest connection with the electrical reduction; they refer to 
chemically possible reduction phases and their gradation. The 
latter encompass the dependence of the chemical results upon 
the electrical conditions of experiment and the special r61es of 
the separate decisive factors. 

The importance, thus shown, of our knowledge of the 
electrical reduction of nitrobenzene in regard to the practical 
and theoretical exploitation of the electrolysis of organic sub¬ 
stances makes it desirable to first give a short hfetorical survey 
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of the development of the views and the importance of the 
separate observations^ 

a. General Observations on the Reduction of Nitro-compounds. 

Hiiussermann ^ reduced nitrobenzene and nitrotoluenes both 
in alkaline and acid solution, the former with iron, the latter 
with platinum, electrodes. By reduction in alkaline solution, 
he obtained as principal product hydrazobenzene and hydrazo- 
toluene respectively; in sulphuric-acid solution he got from 
nitrobenzene, as chief products, benzidine sulphate and azoxy- 
benzene^ besides an easily changeable body which was not further 
determined. o-Nitrotoluene ^ under like conditions gave o4olui- 
dine sulphate^ besides small quantities of o-toluidine; p-nitro- 
toluene yielded principally p-toluidine. 

Elbs, on the contrary, obtained entirely different results 
when he electrolytically reduced p-nitrotoluene and nitrobenzene 
in acid and in alkaline solution with other cathode metals. 
There were formed in the reduction of nitrobenzene in alkaline 
solution at a lead or mercury cathode varying quantities of 
azoxy- and azobenzene, the former mostly preponderating. 
p~Nitrotoluene behaves similarly if reduced in the same manner, 
— p-azoxy- and p-azotoluene being produced. The reduction 
takes place much more slowly and less completely in this case 
than when nitrobenzene is used. liaussermann observed the 
same with o-nitrotoluene. o-Nitrophenol behaves quite differ¬ 
ently; the chief product is o-amidophenol, besides red and 
brown substances which could not be obtained pure. In the 
reduction of nitrobenzene in sulphuric-acid solution Elbs 
employed a zinc cathode and obtained chiefly aniline. 

Elbs^ draws the following conclusion: Without consider¬ 
ing the other conditions of experiment, the kind of metal 

^ This classification (a) has been partially taken from the dissertation 
of my pupil Jos. Schmitt: ''Concerning the Importance of the Cathode 
Material in the Electrolytic Reduction of 7n- and p-Nitrotoluene/^ Bonn, 1904. 

2 Chem. Ztg, 17, 129, 206 (1893). 

3 Ibid., 209 (1893). 















THE ELECTROLYSIS OF AROMATIC COMPOUNDS. 137 


employed as electrode seems to exert an important influence, 
since Haussermann obtained benzidine and azoxybenzene 
from nitrobenzene at a platinum electrode.” Gattermann 
and Koppert,^ by electrolytically reducing nitrobenzene in con¬ 
centrated sulphuric acid with the addition of a few drops 
of water, obtained other results. After several hours’ electrol¬ 
ysis the contents of the earthenware cell, which contained 
the reduction fluid together with a platinum cathode, solidi¬ 
fies, forming a colorless mass of crj'stals of p-amidophenol 
sulphate, which was permeated by a blue-green liquid. 

After these observations, Gattermann and his pupils ^ 
continued their investigation on the reduction of aromatic 
nitro-bodies to amidophenol derivatives. They thus examined 
mono- and dinitrohydrocarbons, nitroamines, nitrocarboxylic 
and nitrosulphonic acids, also the esters of the acids. After 
the reaction had been successfully tested in over 40 cases it 
was adjudged to be of general applicability. 

The important result of these experiments is that nearly 
all nitro-bodies with an unoccupied para-position are con¬ 
verted by electrolytic reduction in concentrated sulphuric 
acid into p-amidophenol derivatives, i.e. not only is the nitro- 
group reduced completely to the amido-group, but in most 
cases the hydrogen atom in p-position to the amido-group is 
simultaneously substituted by the hydroxyl group. 

A short time after the publication of the interesting experi¬ 
ments of Gattermann, A. A. Noyes and A. A. Clement ^ made 
known their studies on the electrolytic reduction of nitro¬ 
benzene in sulphuric-acid solution. 

Noyes and Clement used concentrated sulphuric acid of 
1.84 to 1.94 sp. gr. as a solvent for nitrobenzene. Gatter¬ 
mann and Koppert had treated the sulphuric-acid solution 
before the reduction with a few drops of water. Noyes and 
Clement obtained from 50 g. nitrobenzene at platinum elec¬ 
trodes 30 g. anhydrous p-amidophenol-o-sulphonic acid, cor- 

> Chem. Ztg. 17, 210 (1893). 

’ Ber. d. deutsch. chem. GeseUsch. 26,1844,2810 (1893); 27,1927 (1894). 

»Ibid 26, 990 (1893). 
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responding to a yield of 40 per cent, of the theoretically pos¬ 
sible quantity. 

Three years later Elbs^ reverted to the experiments of 
Gattermann. On repeating the. same he obtained, indeed, 
the same results, but simultaneously observed that consider¬ 
able quantities of aniline are always formed besides the p-ami- 
dophenol. When Elbs used glacial acetic acid as a diluent of 
the sulphuric acid he found a considerable increase in the 
yield of p-amidophenol, but the yield of aniline kojit apace 
of that of the latter. If he used a lead in place of a platinum 
cathode, the reduction was accelerated, being favorable to 
the aniline formation at the expense of the p-amidophenol. 

Lob^ found a reaction analogous to that of Gattermann 
when he reduced nitrobenzene in hydrochloric-acid solution 
or suspension, using platinum electrodes. 

In this process there is formed as chief product a mixture 
of o- and p-chloraniline. The formation of this can be explained 
thus; The primarily formed phenylhydroxylamine reacts with 
the hydrochloric acid, simultaneously rearranging itself: 

CeHsNHOH 4- HCl=CellsNHCl+II 2 O. 

CeHsNHCl-^ClCelENHa. 

The same mechanism of molecular rearrangement must 
be assumed in Gattermann’s reaction: 


C6H5NHOH-^OHC6H4NH2. 

Direct proof of the correctness of this view was produced 
by Gattermann 3 on adding benzaldehyde to the solution of 
nitrobenzene in sulphuric acid. Benzylidenephenylhydroxyl- 
amine is formed: 

/0\ 

CfiHsNHOH+OHCCeHfi=CeHg - N—HC - CfiHs; 


^ Ztschr. f. Elektrochemie 2, 472 (1896). 

Ber. d. deutsch. chem. Ge^lsch. 29, 1894 (1896). 
»Ibid., 3034, 3037, 3040 (1896). 
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i.e. the condensation product of phenylhydroxylamine with 
benzaldehyde. 

A similar influence of the cathode material, as observed 
by Elbs in replacing the platinum electrode by a lead cathode 
in sulphuric-acid solution, was found by Lob ^ when he used 
a lead cathode in hydrochloric-acid solution. No chloraniline 
was formed, aniline being produced almost exclusively. 

Further observations concerning the influence of the cathode 
material in reductions were made by Lob ^ in his studies on 
the electrolytic preparation of benzidine. His results are 
briefly the following: 

1. Platinum and nickel electrodes behave alike in the 
experiments to reduce nitrobenzene in acid solution to ben¬ 
zidine. Carbon cathodes, on' the contrary, give only little 
benzidine; zinc and amalgamated zinc electrodes yield no, 
or extremely little, benzidine, while aniline, as already pre¬ 
viously observed by Elbs, results as the principal product. 

2. Mercury, nickel, copper, zinc, lead, iron, brass, and zinc 
amalgam were tried as electrode material in respect to their 
reduction behavior in the reduction of azobenzene to benzi¬ 
dine in alcohol-sulphuric—acid solution. It was shown that 
the furthest utilizable reduction was obtained with mercury; 
the usefulness of the other metals was determined to be in 
the following order: Lead, sheet nickel, nickel-wire gauze, 
copper, zinc, iron, and brass. 

3. In the reduction experiments of nitrobenzene to azo¬ 
benzene in alkaline-alcoholic solution mercury electrodes prove 
good; however, nickel-wire—gauze electrodes give excellent' 
results- This had been already shown by Elbs.^ 

4. The same is true in the reduction of nitrobenzene to 
azoxybenzene ip an alkaline aqueous suspension. 

Finally, the employment of a strong hydrochloric acid and 
a tin cathode, or an unattackable cathode with addition of 


‘ Ztschr. f. Elektrochemie 4, 430 (1898). 
2 Ibid 7, 337, 597 (1900-1901). 

* Ibid. 5, 108 (1898). 
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stannous chloride, was ascertained to constitute a favorii-^ 
condition for the reduction of azoxybenzene and azobenz:< * 
to benzidine. 

The practical results of all these investigations for * 
reduction of nitrobenzene and its reduction phases are brif 'i 
the following: 

At attackable electrodes, like zinc, lead, and tin, the ref I 
tion generally proceeds further than at unattackable electrof I* 
such as platinum, nickel, and mercury. The attempts 
utilize technically these properties of the cathode metals f 
a series of nitro-bodies led to important patents. 

Thus Boehringer & Sohne ^ (Mannheim) patented a prof'* 
by which, when employing tin-cathodes (or cathodes of ot ii 
indifferent metals with an addition of a small quantity of 
tin salt), fatty or aromatic nitro-compounds, dissolved 
suspended in aqueous or hydro-alcoholic hydrochloric afi 
can be reduced'in almost theoretical yields to the correspoi * 
ing amines. 

In hydrochloric-acid solution, as already mentioned, chic 
anilines are produced qt platinum electrodes. 

According to another patent ^ of the same firm, copi»« 
lead, iron, chromium, and mercury can be used instead of I i 
if these metals are added in the form of their salts or as a fin* ■ 
divided powder to the cathode electrolyte. 

After the publication of these patents Elbs and Silbermaii i 
reported that if a lead cathode in sulphuric acid is employe 
the same results are attained. It proved to be true that 
order to obtain the best pelds of aniline diluted alcohol serA’ 
as a better diluent for the sulphuric acid than the glacial aec»5 
acid formerly employed. Zinc behaves in sulphuric-acid sol 
tions like lead; however, the precipitation of difficultly k«» 1 
ble zinc double salts is a hindrance. Elbs likewise obtain 
90 per cent of the theoretical yield of toluidines from o- aj 


1D. R. P. No. 116942 (1899). 

’D. R. P. No. 117007 (1900). 

® Ztschr. 1 Elektrochemie 7, 5S9 (1901). 
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m-nitrotoluene; the yield from p-nitrotoluene was a few per 
cent. less. 

A supplementary patent of Boehringer & Sohne ^ extends 
the process of the D. R. P. No. 116942 to the reduction of 
azo-bodies to amines. 

The patent claim is as follows: “Process for the reduction 
of azo-bodies to the corresponding amines; consisting in 
reducing azo-bodies in acid solution by simultaneously con¬ 
ducting a constant electric current either with a tin cathode, 
or with an indifferent cathode and the addition of a tin salt 
or pulverized metallic tin.” 

In a later patent ^ C. F. Boehringer & Sohne point out that 
the nitro-compounds in acid solution can not only be reduced to 
amines with such metals as easily evolve hydrogen with dilute 
acids, but also with copper. This fact offers particular technical 
advantages, because copper can be most easily and completely 
regenerated electrolytica ly from the liquors. While in the 
above-mentioned methods the reduction to the amines is made 
in acid solution, C. F. Boehringer & Sohne have obtained a 
patent ^ according to which it is also possible to reduce nitro- 
bodies to the corresponding amines in alkaline and alkali-salt 
suspension, if a copper cathode with or without the addition 
of copper powder is employed. 

According to an investigation by Elbs and Brand,^ the 
addition of copper powder is absolutely necessary for obtaining 
the desired effect. 

In 1899 the Farbenfabriken vorm. Friedr Bayer & Co.® 
(Elberfeld) patented a process for electrolytically preparing azo- 
and hydrazo-compounds. The method is characterized by the 
fact that the nitro-body to be reduced is held suspended in the 
alkaline cathode liquid, and is reduced during continuous vigor- 


' D. R. P. No. 121836 (1900). See also the English Pat.' No. 19879 
(1901). 

»D. R. P. No. 127815 (1901). 

»D. R. P. No. 130742 (1901).. 

* Ztschr. f. Blektrochemie 8, 789 (1902). 

'D. R. P. No. 121899 (1899). 
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ous stirring and the addition of a metallic oxide solution of zinc, 
tin, or lead. 

This method was then extended by a supplementary patent,^ 
according to which the reduction of aromatic nitro-bodies is 
carried out in aqueous alkaline suspension instead of in the 
presence of alkali-soluble oxides of the heavy metals and the 
use of such metal cathodes the oxides of wliich are soluble in 
alkalies. 

It is very evident, from all these observations, what influence 
the cathode material exercises on the obtainal)le reduction 
phase of nitrobenzene and its derivatives. There is no lack of 
attempts to explain this influence. The expressed opinions can 
be grouped under three points of view: 

1. The specific action of the cathode metal is a purely 
chemical function. 

2. It is a purely electric function, and depends upon the 
potential values obtainable on the various metals. 

3. A summation of electrical and clmrnical influences occurs. 

Elbs ^ defends the first view. He explains the aniline forma¬ 
tion at lead and zinc cathodes in sulphuric-acid solution in the 
following manner: 

‘' We will have to suppose that the lead sponge occurring at 
the lead cathode reduces the nitrobenzene to aniline. Men- 
tionable quantities of lead sulphate cannot be found, since tliis 
is continually reconverted to lead sponge by the frcicd liydrogen 
ions. This process is analogous to the one previously pul)lished 
by me^ in which a hydro-alcoholic solution of nitrobenzene 
acidified with sulphuric acid gives aniline when a zinc catliode 
is used. Considerable quantities of zinc sulphate do not occnir. 
At a platinum cathode, xmder the same conditions, no aniline is 
formed, but azoxybenzene and hydrazobenzene or benzidine 
form. This has been confirmed by Hiiussermann.^^ ^ 

The explanation attempted by Elbs agrees in general with 

» D. R. P. No. 121900 (1899). 

* Ztschr. f. Elektrochemie 2, 474 (1896). 

» Chem. Ztg. 17, 209 (1893). 

nbid., 129 (1893). 
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]'O'in| u!nifnin on tIn* fathoti* in tlu’form of span^lc^s or mii<L 
W li’ii an ufiati'M'kaJJi' say nirk(*l, is usnd, a.n<l stajtnous 

rhlufid*'* aud»’4, nnUallif' tin is first prorijiit-atisl on fhc'‘ ea<.-!iodi ‘5 
I'hf tlioij rosomblos Ihi* one ahovc^ (‘Xplaiticsl. 

A traii'-iOoa m| iitivjiividy Imlrii tin itins from tin* enilmdeinto tJi(» 
i*]s*iiro4\"t«- inliiws, and u dopodlion of fin ions at the sanu* 
jilarr. IfS'y ‘siiiali quantities of fin h{m<*o suflu^e for redueiiif^ 
aiiy d*’/4r:iitle quantity tif a nitro-liody/* 

fisihrrd on tijf* basis of oxifitsive (‘KjHU'inuad.H, clefends tin* 
tliat Miily till* ealtiofle fadeiitiiil is desdsive for the 
oliiainald*- rodmuion |4tas-rv, 'fliis invesiii^aior, iiy earryini^; otii 
tho of fiitrohur/,en«* in aehl and in alkalinct Holut/ions 

with ■variaiih’ aiai ■■■ in several 4*X{M»riinent:S-‘-■■eonst^int (urtfiode 
|?riioritial"% Hiif'eefaji*it in proviiif' that, rlejaatding uport fJio 
,rii*o=i'ti ratliode |iritiaitiah tin* ri^duetion eitn la* direetud at will 
to ifp- sovoral redurlioii sluices. He was tliuH aide to determine 
t!io d*’j*ori4f'iiee of ilio forinafioii of pfienylltydroxylamirie, 
a/.oxyl«ur/aiii% hy*lruz*»\min*nt\ and aniline* itfron tin* eatliodo 
piifr'iiiia!* and Ihiis otitnined un insight, into the reduetion ntages 
ill III** t’lisi* of mln^y*im*ni\ Aidesl by the* ri,»»s<*areh(‘S of Ham- 
lie msis Ihm hd to a vhmv unfi(*rstandirig o! the gmdur 
lion omirriiig in llie naiiieiion of itif:.rotM*ri5?efim 

I/do- by mumn of lib exfuaaineiits with Moore, eoineidei 
ll■ 1 fll ItiiliiU'b fqiifiifiii, bill he |ir<w*f*ei{s from ot.liiT eoriHiderationa 
roiierrniiig tiie r«u!iielifiii rneelinnbiii (ms* |i. 14)* 

11ie third ri|ilfiiciii wits ftflviinoeil tiy (tbilesotti and TiifcdA 

♦ fywiif i lihktfmhmmm 4, IWM}; f. ptiy«. CJliemb IS; liS, 

271 (imm). 

^ rdwitr f 17. m amix 

f kUfku^^immkf^rmmnh 
I Iktmrn ilmmm M. (m2X 
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Af’ronliijg tfj thin vi*‘W, rls'r!ri*-;ii :ii.. i t 
hi* .*^iniultaiic^ou.^Iy a(•liv^^ 

{’llili‘SOl li, ill III I-.- ? ■ 

of thr* Jll<*l:ii^4 ^^t|!»jr■^!«'»l nil :ilr1 a,:--' ‘ O ■ . 

aiiiiiH*, foriiii'ii iiiifi'iii*iiiati’!v lu *!•.*■■ '•t-..■.'■-<■■ a-,- .:■■-• ia ■:. i 

tho act inn of «4f'<'!r«ihi iraih' I ' '4 4*’' 

hy«Irufhlorit*-or Mi!|4iurir ;o'Jo ■■ohai*-:.: I t 

I lint foriiH'd of Uio ral}|o»i<' o - oo| ^ iij ^ : . 

or wliiii a roppor fo 4 a*- j O' ip 

tlinl, r!l0lim*:i!!y, roppl'o:Oi Oalu*-*'Jaili * v'o 4 : a ■. ^ t V 

iii>i^fiifir‘aiit Vi“lority; piaor\!h^.':; oo. 35 .m -o 'li;- 
WMS olriio.^'f f‘onij 4 i‘tt 4 y Ui o.i ■. 

Hi* c*oiiriiiiio>: “ fioio , 11 ,^ ]T. i*o -■ .4 

Hio n*a*’tioii>'- in ila^ prorr---.^ |uf * 4 * to-.fr.y.o ;,:r. j., ,1.1*- 

IlitriorMnijfoiiiiila lo if* |..rro-OM' ^ i * - j 

or forrir salfo laui ii#* aoiolla'4 tip lu tl.*- o y t..:.-;.'; * j ■ 

11ir‘ rillTiiit at lifr--f jrtiiiri li:^ i,iit.f*41..,4!\ o,> j 
rlro-%y!niiiiii*' Uvliirlj aK^oIiapjn-iiN lu tL«- ri.j 

RiIIk) »||*i ,<^4111111! alliana-'l^' *|rpio|!=. 1.1 p.T< • 

forrooi^ Mill. in lurii oo*r r*-4'MO' lo 

way iiiiii during #*!f'rirol\'^i^^ faa |o, if.,*- ^ \jr,TO; 1.14■< 

tlii' pfiiiiylfrvdro^ylaiiiiiif- v*-rt- rapidlv aiar-;*- Jlf-rr-frv 

tlli^y agiiili rovorf fotlio r.o|»|i«t or 100 Isonl aft- ;,pairj ".o'ya r! 
to fill* fiirniif nrfioio If rrinaiio. o|€'!« a:.-I oi;4- 

flint cmniiot iil h*mt dio-nly nryafn«-<| i!jr mrfrfp 

lietiori riiii nlwi nt l||o miii*'* t'mn* iiipI pritoai'iy ^ fy-ri t|,r la /imr- 
fbii of |ifioriylfiy 4 roityli»n to iiw aioior ai r.dlo^lr 
l.ioioiit.iiil liy llr m uni! n* i an 

iii|i|M.mi* ill llio of till* biwl, or riiw* »’irrif 4 ^y'.-. i}..af ,10 yfi’it 
|iroit‘iic*i-* or in llifii of tlrir nili^ i|,o nifirni ran ytiioany, y.roi 
pllfliyltiyiiroiyliilriiliia llw* «|r|p-«iir:d 00% 

elioiiibiilly I'wtli llib t’ortifi^»iiii*l mpl t||o Oifro.io.in|^»oii 4 1 hr\ 
wwilfi vr*ry liktdy I fir foriiPT, »riirr ifiry conJo Jippuir f4lv 
e«rry rnit ifib n^iliriion wiiti ih* frr-nfra n-h^fU, 

Tliflb liy of lib f*ti th~' rr 4 iorf iho ./f 

iieiil itt fill* pnmmm of MjlfJiiifir ftrid, i^itirliiaMf i., 

III! foiiiwl tliiil tiilrii! arid in mlplmm^mnii mipI at « 
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lead cathode is primarily reduced almost exclusively to hy- 
droxylamine, which can only with great difficulty be changed 
electrolytically into ammonia. At copper electrodes ammonia 
exclusively is formed. Since nitric acid cannot be reduced to 
hydroxylamine to any appreciable extent chemically by copper, 
nor electrically at copper electrodes, Tafel supposes that an 
intermediate product is formed in the electrolysis of nitric acid; 
possibly dihydroxylamine NH(OH )2 possesses the property of 
being chemically reduced by copper to ammonia. Thus the 
reduction to hy(lrox 3 damine would be a purely electrical process, 
while the formation of ammonia at copper electrodes depends 
on a coml)ination of electrical and chemical reductions. 

Two important results can be derived from all these investi¬ 
gations: The certain insight into the course of the reduction of 
the single pluises and the clear knowledge of the importance of 
tlie eathod(‘ potential, 

Sincci the decisive relations have been worked -out with 
the simplest representative of a nitro-body, nitrobenzene, the 
necessary data on this substance will be discussed first, and 
these data will be supplemented so far as necessary under the 
derivatives of nitrobenzene. 

6. The Reduction of Nitrobenzene. 

I. Chemical Relations. 

The course of electrical reduction, like that of purely chem¬ 
ical reduction, depends decisively upon whether the reduction is 
carried out in an alkaline or acid solution. But these relations 
are of a positive nature in electrolysis only so long as they are 
not compensated by the electrical factors, such as cathode 
material and potential. To avoid a complication, it is necessary 
to limit the considerations primarily to unattackable cathodes 
and to take no account of an adjustment to certain and constant 
cathode potentials, and to exclude a secondary interference of 
the solvent, for instance by molecular rearrangements. In 
this general comprehension of the problem it can be said 
that the well-known chemical rule reoccurs in electrolytical 
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rcnhic!tiun; viz., in acid ,'^nlufinn ihr fnriii:i!iufi nf aiiilinf* y 
fuvon‘d, in alkaJiiiv sf^Iution thnf nf nzn\y- and a./* 

Idih ^ has tricit to explain faci.^ mu iIim in'e-i- hi" thf* 

c*h*ctrnlylic dissninalinn ihenry. He eiiiplia.,-i/j’" i!?*- faei thiit 
in ulkalin(‘ s()!ntinn snditnn inii.w^ iu aeid ^»^lu!iM|| hvdrMia-ii 
inns, t{‘nd chiefly tci (#‘c| rf'diictimn In tic* la!in- ea,-»* iIim 
IH iHsihility (»f hydrnpni addilimi, \vhi«*li farihiaii--: the iMriaa* 
tinn of hvilrazo” and antido-cnrnjifnind:-. i'- pi’i-Miit mu a htm^ 
scale. h]v(‘n if lhes?» cnieddeniiiMic'-n pariir*iilar!)* ihe ■•iipjiM* 
sifinn llatt in alkaiine electrulyfe;- Hi** ;M»»|i!|iii inn.. I'nfin 
nuirily flic redncin»: ageni, are iliMrieudily t-iahiidiMd. t'liey 
Bc^aii unsiiilahle as a. haHs c 4 a |i<aieral thepirv mI’ r«'dncti.Min 
because* Ila.ber has prnveil by tlcifniiirii iiiveaiiiiatiMiiv^ iliMt 
the* typically alkaline rednetinn pmdiiris, up^w^ and azu- 
henzeaie, p(».sses.s a sec*einiiary e!iara.cier, m|ii hm! 'U 4 ‘<.HFt Fa 
t.lic annual course* etf n*actinn. !iiit are first hiriiif*d trv fin^ f'uij- 
deu'isalinns c 4 noniml redncliiai p!i;rseo Sue*** {bih*r lias 
als() shenva I hat the priamry rediictioa prndiiel.s in jilkaliue 
a.n<l uci«! edeai.reilylfr'*^ art* the saine, l!i** diverniuieifo in tin* 
resiilt.s can be* enxplaiaed only by the iiiiefjiial reaflion veioci*' 
tie*s witli which the* nieiiiifiaed f*eaaieiisjitifiiiN f"ice*iir, sn ihnf. 
in this the infhie*nce of the* sodiniii ions and liy*irogeii inns 
shows 

We* an* indelitial te» IhelaiMirsof IlatniMerger mid his juijiils ^ 
and t-o .Iial«‘rH»* extendve inx^estigatinns fm Ibe ex|iliiiiatiiiii 

of the* reduction ineedianisni. 

The tyjiicad mint in alkidine mid in mid m: 

NitrolMmzc*ne*-^>iiitniHol« ■H^*«*»>dliydnixyliifiiiiif* ■■•.nriilirirn 

IIowevcTp fiirifier reel uc lions which of ten inferriifit llieHiio«ifh 
progress of the process from iiitrol,if*iizefie to itniline occur !#*• 
tween these* nimph reducthm pnaltids. A fiiiiiifit^r of p«wi. 
biliiiets Iiinefer the apjiewfince of tlie iil:iove*iiieiithined typienl 
reacd-ioii sciieme iinlc,^ eoridiliniw iirf* erniteil; ihiin 

* Zt«ehr. far Elcktrectiifiwii* I, Mi (iHtmj, 

*lkr. ei dewt^ii. ahtmi. SI* IMl, CIHIIHk » 271 rifnii) 

4,511 amu); Zimbt, t pim nput mi 
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in the first instance the condensation of nitrosobenzene with 
phenylhydroxylamine to azoxybenzene, which is further re¬ 
ducible to hydrazobenzene; also the reaction of the hydrazo- 
benzene thus produced with unchanged nitro- or nitrosobenzene 
to azobenzene, which is likewise a primary source of hydrazo¬ 
benzene; then the rearrangement of the latter to benzidine, 
that of phenylhydroxylamine to amidophenol or its derivatives, 
and finally the capability of phenylhydroxylamine to yield 
azobenzene in alcoholic-alkaline solution with the splitting off 
of water 

The different processes occur in varying proportions quan¬ 
titatively or qualitatively, depending upon the nature of the 
electrolyte and of the cathode material, and upon the current 
conditions. 

The following reduction and reaction scheme can be given 
in support of Haber's descriptions for the electrolytic processes: 


CellsNO. 



[ CeH^NH—HNCeHs 

G6II5NH2 -——“ 


Azoxybenzene is therefore formed by condensation of nitro¬ 
sobenzene and phenylhydroxylamine. This reaction, like the 
production of azobenzene, takes place very rapidly under 
the influence of sodium ions; the ready occurrence of both of 
these substances in alkaline solution is thus easily explained. 
Azobenzene is mostly produced by a condensation of nitro- 
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Ixiiizcno or nitrosohciizotK* with hyiir.'iZ'fliciir.fii*-, whicli in 
turn is ii dirocl nxiuctioii |iroilucl of uzoxylfcnzi’oc; 

I. 2(;,ilif,N()-f:«VJirA'll -x X(',,U;. 

(t 

4 :i(VH>N' XC.iHr, • 

II. 2(:,jnr,NO f -(‘.iH.', N N'f XIh. 

I ly 

A S{)lillin|>; off of in nlroho!ir-allifiIiiir* 

8olulion, n‘aclily ronvfiiH phrnylhydro'KylatiiiiH* into uxo- 
iKaizc^ru*: 

2CrJhSIU>Il ■2fl,n-.4Vl5X 

Azf>h(»n5^c‘fH‘, !ikn fan alnn iiitu hydni//*- 

IxaiZfi'H*, and furtiifr to ariilitif. In afid Hiltitifni flu* iiio- 
lc(‘uiar mirmngraiifntN r(‘adi!y (H-cnr: Pii«'ii)’ltiydrf#,Kylaiiiiiif to 
arnidopiinnol, and Ii\alra/CoI«*ii?:iaif iMai/Jdiii** jin«l *li{i}inri“ 
ylinca If thr* [in»hlnin in tfi (ihtaiM rcilain ri*'d,iitiJriii tlir* 

ta^k will !m* datoniiino flioHr roriditinn>4 cif i»%|tariiiiiiil wliirli 
will nxliirn a^ far an pn^dblr llm Vfl«w*iiy nf al! 
miftlnns. if wi* df‘-i|^:nii!f* all wlikdi di^vinti* 

froiii the* -HtTiUglii rfnlitciinn jialli ■ 

l:Hai^c!riiv-^|iliraiylftydr<myliiii^ naxiiniiiry riiiiidt'*ri** 

mtJciriH liiii! mairalnry rnnrraiiKmnarit-x, tfw* laiiiilificiiiH 

will, for oxii!ri|itt% |»rfwiitod Hiiiliitil** for tlw* jirrjairiilinri 
of aiiillrio: Vory high rixiurtion volixdly, vpry 

low ooriderifiiifion vokaaty frivoidunfo rif ii/*oxyiM*fr/.f^iif" itinl 
and vary trifling nairriiiiginiiniii vi*!i:if:‘it.y (iiviiiil- 
anca of firriidopliariol). 

In lika iiiniinfr the* ronditiori?i iirr to In* vjirrd aai'oriliiig 
to the oljjeet in view: to ohtiiiii fiitoxyb*i«niir fit** rndiitlitai 
velocity must knvf*rf*d, iiiitl Ifn* eiiifiloii^iitioii rnlfriiy 
increamKi Tlie nieann by %vliic}i we mn amiirijilkJi at wifi 
thii or Hint reaction will more accairiitrly h* exjilniia^d itit«ltT 
the iridiviclutl reduction phmm. 
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n. Significance of the Electrical Relations. 

It is evident that the whole connection between experi¬ 
mental conditions and the obtainable reduction phase is regu¬ 
lated by the reaction velocities of the competing processes. 
The possibility of the formation of each reduction product 
is always present in the reduction of nitrobenzene; only 
those products, however, can become the principal products 
which are so rapidly produced that the other possible processes 
cannot find time to take place to any appreciable extent. 
Thus only aniline will be principally produced if the inter¬ 
mediately occurring phenylhydroxylamine is not rearranged 
more quickly than the reduction takes place. Inversely, 
to obtain amidophcnol, the rearrangement velocity must be 
so increased that the reduction velocity of phenylhydroxyl¬ 
amine will be trifling. 

The point is to determine the factors upon which the 
velocity of reaction leading to the separate phases depends. 

This question can be divided and simplified; It is, therefore, 
apparent that a whole series of circumstances must be decisive. 
The nature of the cathode will regulate the actual reduction 
speed (p. 11 et seq.), either by furnishing the reducing ions, or by 
influencing catalytically the reaction between the discharged 
ions and the depolarizer, or by both influences making them¬ 
selves felt simultaneously. The concentration of the acid 
influences the velocity of rearrangement, either of that of 
thc! phenylhydroxylamine or of the hydrazobenzene. The 
nature and concentration of the alkali, and the presence or 
absence of alcohol, determines the velocity of the condensa¬ 
tions or of the splitting off of water from phenylhydroxyl¬ 
amine, and these relations mutually permeate one another. If 
the problem can thus be subdivided into individual problems, 
it can also be considerably simplified by the form of the 
interrogation; Is there one factor in which all these relations 
are decisively expressed; is there one quantity which determines 
clearly the velocities of the possible reactions ? 

The answer, under certain limitations, is an affirmative 
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on{‘. Thc^ valun of tlic* rathodo |)otfMi!i:il wliully iiioludo,^ :,i!l 
single^ faet.ors--a rcTlain valiu^ tin* rafhod«* [soffaiiiai f‘orri*- 
Hponds to a wholly oTtain n*durtioii pfr^iiicf, im fuatiiT if it 
occurs priiuarily or H(‘coadarily. lo iuii jilia>izc only I In* c/a‘ 
iinporUiat |K)int -so long as a IkmIv acts as a dopfibri/.cr it 
a,ct.s crnblcnninalivcly on the value of lh<* poftuilial. If 
its {[(‘polarizing [)ro{KTty is d(*sfhy rcarraiigcuicutfs, 
or hy condensations which have noilaiig to do dinaily wifli 
lh{* (*l(‘cfri(*al procc'ss, this reaction inust evfiri’ss itself in tlie 
valiK* of th(‘ potiailial. t)f cours(’ a C{‘rtaiii [{hast* rariiiof 
1m‘ produ(’(‘«! uiabr all coialiticais, for inHlaio'e, at optional 
(ajn('C‘nlniti<ais af the cdecirolyte; Ihis shows itself in tla* 
fa,ct. that it. is not tlicn possihle to ohlain the pif!eiitia.l con- 
ditioidng this phase- the potf*nfia! always naiiaiiis thi* 
un* for the possible cdTect. !h»wev<a\ flji'se f‘fiiisif,|f*ra!ioiis 
an* only tna* provisionally iit tla* case* where the r**lafioii in 
wfiich fh(* potruitial stands frj the ciirrenf Htrengfli .and to 
the cc,aicen!rali<.at of the (lf*pf.»laHzer is n jn'ririaiienl one, wliicli 
can easily b* fulfilled Iw a Huifuhle choice f>f r*oiidilioii.s. H%'cr*[,H 
tioiis to the riih‘ a.nd tlie causi* of tlii^eKcr^ptions wi!! icxjihiinial 
[in^caitly. 

I'm* is not always made of this iriijN,^rfaiil fact in iiriicfiiay 
IIm* eKisting chemical e.%iw‘rieiiCf*H, fla* siinpticily of tlieevj^*ii» 
meats often render it ftvnsil>l«* to produce the l■le.Hir*a| efh^-ct, 
wath certainty hy ol>H(*rving a i«^*ries of eirf^ily confroliial con- 
such Its c«nif*entriiliori, ifiii}MTi.it.urr% idecirialt* irintr*- 
rial, and current dc»!isity —-11111 llitM* cfiriditions tlifui }ia%a! 
only the efTi^ci of limiting the poleiitial to the viiliies iiecei%iiiry 
for obtaining the riMilt. The clt*teriniriiilic,ai of this rf*liiliiifi 
reqitinal soiim* time, and iwen toKlay the critinecliori trfivreri 
}>ot.-(miial am.l reiietioii velmfiiy is not ri*c!ogriir 4 *d liy all iiives- 
tigntorsd 


^TtiiM Kibii }«« yfm*atly referml tlie iliffcreai N'liavinr llic 
and la tfni mlueitott ef the fe ” »frrc#e 

cliffnilcitl liiaimiici/' liiyiag fmnkiilar wriglit uu tlie iwpliiiiiitiefi iImt iJpf 
ttiiirw! el the 'imlaeilcm dle|jefict« tin? I 
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Haber ^ deserves the credit of having determined the 
importance of the potential at unattackable cathodes in the 
reduction of nitrobenzene. Later Lob and Moore ^ experL 
mentally proved for a whole series of cathode metals and 
additions that with equal cathode potentials the results are 
always qualitatively and quantitatively the same; but if 
the potential is neglected the most varied products result. 
But the potential is only a measure for the reduction energy 
if the total currcuit work is essentially employed for the reduc¬ 
tion process, and if greater quantities of it are not used up for 
accomplishing certain other work at the electrodes. Cases 
in which this occurs have been observed by Russ/^ and by 
Haber and Iluss.^ They tried to explain these, as touched 
upon in the first chapter. It appears, namely, that the elec¬ 
tric energy necessary for a certain fixation of the potential 
of the cathode often depends not only upon the chemical 
material of the cathodes, but also upon its surface and its pre¬ 
vious treatment. Ilc‘tar ding or accelerating influences can occur 
at the electrode; a pre-polarization especially can convert it into 
an active labile condition, whose cause—perhaps the formation 
of a gas film al:)sorbed by the electrode—has not yet been 
explained- If the renewal of such a gas film, or more gen¬ 
erally speaking, the restoration of the changeable electrode 
conditions, demands appreciable quantities of the total work, 
the potential^ can no longer serve solely as an expression for 
the chcnnical changes at the cathode. 

Lob and Moore have experimentally proven the decisive 
importance of the potential in the reduction of nitrobenzene; 
the electrodes investigated by them were not seriously affected 


Elektrochemie 10, 579 (1904). In reality it is a question of competi¬ 
tive reaction velocities which must find their expression in the potential. 

1 Ztschr. f. Elektrochemie 4, 511 (1898); Ztschr. f. phys. Chemie 32, 193 
(1900). 

2 Ztschr. f. phys. Chemie 47, 418 (1904). 

3 Ibid. 44, 041 (1903). 

* Ibid. 47, 257 (1904). 
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by the last-mentioned influences. The results of their investi¬ 
gation are the following: 

In the reduction of nitrobenzene in a 2% aqueous sodium- 
hydroxide solution, according to previous publications, azoxy- 
benzene is formed at platinum and nickel electrodes, azobenzeno 
at lead, tin, and zinc cathodes, and aniline at copper cathodes, 
especially in the presence of copper powder. It was fourici 
that, in an unchangeable experimental arrangement, a cathode 
potential of 1.8 volts, as measured in connection with the deed- 
normal electrode, could be carried out with all the chosen 
cathodes and additions. At this constant potential, by usin|; 
different metals and adding various metallic hydroxides, the 
whole reduction was carried out and the nature and quantity 
of the reduction products determined in each case. It turned 
out that the emphasized differences in the results disappeared 
and that, with an equal potential of all cathodes, similar yields 
of azoxybenzene and aniline and traces of azobenzene resulted« 
The cathodes were of platinum, copper, copper and • copper* 
powder, tin, platinum with addition of stannous hydroxide, 
zinc, platinum with addition of zinc hydroxide, lead, platinum 
with addition of lead hydroxide, and nickel. The yields of 
azoxybenzene varied from 41-65%; of aniline 23-53%. 

Considering the trifling quantity of the product started 
with which had to be chosen in order to at all carry out the 
experiments, and considering the difficulty with which an 
accurate quantitative separation and determination of the 
reduction products could be carried out, the proposition that 
can be laid down as a sure result of the above is that the cathode 
potential -is the measure Jor the reduction energy for nitrohenzerz^ 
when a 2% sodium-hydroxide solution is employed as electrolyte. 

Another investigation may here be mentioned which™ 
chiefly carried out with nitro-bodies—contains ideas whicli 
become of general importance and can perhaps furnish a new 
physicochemical method for determining constitutions. 

Panchaud de Bottens ^ has determined the drop in potential 


^ Ztschr. f. Elektrochemie 8, 305, 332 (1902). 
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to which a hydrogen electrode is subject on the addition of bodies 
of the aromatic series. Tnesedepolarizing values/^ when, 
measured under exactly similar circumstances, are a function 
of the chemical nature of the depolarizer and are closely related 
to their composition and constitution. It might be of particular 
interest to choose an oxygen electrode in place of a hydrogen 
electrode, since perhaps all organic substances show a depolariz¬ 
ing value when measured by the former. The results are tiio 
following: 

The depolarization of a hydrogen electrode in the presence of 
a reducible body was investigated, fifty-three aromatic bodies 
being tiius examined': Nitroso-, nitro- and nitrosamine-,. 
isodiazo- and diazonium-bodies. The investigation of the depo¬ 
larization was made by taking into consideration its course in 
time and in cxmnection with the concentration. 

1. The reduction energy of hydrogen at platinized platinum 
electrodes can be given in comparison with reducible bodies as 

depolarization value in volts. 

2. Analogously constituted bodies have analogous depolar¬ 
ization values. 

3. Different groups of depolarization values correspond to 
differently constituted groups of bodies. 

4. The absolute values of the classes of bodies investi¬ 
gated in acid solution (Vi H2SO4 or "/i CH3COOH) are the fol¬ 
lowing : 

a. Nitroso-compounds = 0.64 —0.5 volt, 

b. Mononitro-compounds = 0.33— 0.23 volt, 

c. Nitrosamines and isodiazohydrates = 0.16-0.09 volt,, 

d. Diazonium compounds = 0.47 —0.37 volt, 

e. Isodiazotates, normal diazo-compounds, do not de¬ 

polarize. 

5. Regular laws have not resulted in the case of isomers . 
within a group. 

6. In acid solution, in the case of isomers of nitro-disubsth 
tution products, the ortho-position proved to be the one which 
depolarized the hydrogen electrode the most. 
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7. The method for the determination of the depolarization 
value shows in the case of the two investigated isodiazohydrates 
(isodiazobenzenehydrate and p-nitroisodiazobenzenehydrate) 
that they belong to the nitrosamines. 

III. Presentation of the Reduction Phases of Nitrobenzene. 

An idea of the electrolytic behavior of nitrobenzene is best 
obtained by the use of the reduction scheme, by carrying out 
the experiments according to the chief products occurring in 
the reductions. For after the first observations of Kendall/ 
Elbs/ Hiiussermann/ and Lob/—who all taught and showed 
the variety of obtainable products that it is possible to bring 
about electrolytically at almost every reduction stage—a desire 
predominated to find out the conditions which make possible 
and favor the preponderating formation of a certain substance. 
The primary reduction products are nitrosobenzcme, phenylhy- 
droxylamine and aniline. Secondary substances, i.e. those 
produced by chemical action, are azoxybenzene and azobenzene, 
which in turn can give hydrazobenzene or benzidine and aniline. 
Phenylhydroxylamine can pass into amidophenol and also 
undergo other rearrangements and condensations. The pos¬ 
sibility of causing at will certain phases to yield the chief prod¬ 
ucts of reduction is of great importance for the manufacturing 
and technical side of the electrolysis of nitrobenzene. The 
following is known concerning the formation of the separate 
reduction stages: 

Hitrosobenzene.—It is natural that so good a depolarizer as 
nitrosobenzene is at the cathode cannot be separated as such 
under the conditions of a continuous reduction. Haber, ^ ,by 
adding a-naphthol and hydroxylamine to the electrolyte in 
alkaline solution, could, however, prove the presence of nitro¬ 
sobenzene in the form of its characteristic condensation product, 

^D. R. P No. 21131 (1883). 

2Chem. Ztg. 17, 209 (1893). 

»Ibid., 129, 209 (1893). 

* Ztschr. f. Elektrocbemie 8, 471 (1897). 

5 Ibid. 4, 511 (1898). 
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hpnzpnc^uzo-ri-naiihtliol, (VJfnN • NdioIIdDFI; .similarly in acid 
solution by addinii: hydroxyiani’nc* and a'-»ria{>littiy!amine, 
as l»i*nzan(*azo-(r”-aa,pht!iylainiiH% (VJI 5 N X(-lol!(}NTh(».se 
rnf‘tho{|s of proparation of both <ly<‘.s ar(‘, of rourso, only of 
tlioon^t ical intorost. 

Phenylhydroxylamine.—f c‘h‘otrolyz(‘d a, Holution of 

10 g. nitndionz(*iH* in 21a (h\ ( 2 :Iarial a<a*lio aoid, which was 
di!iitc«l to >125 in an curthcnwan* cylindfs*, a.nd (‘inploycHl 
a {>lat ilium f*at IchIp nf 25 h({. cm. surface* (one* side*) and a cnrrcait 
deaisity ed’ 1.5, lator 1, amp. Fe>r this Iatte*r a, voltaji^e* of tSO was 
at first necessary, on ace*omit of the* low conductivity of tlir^ 
solution, dlic IcmpcraJure* was k(*pt below 20* by ariifi(*ial 
ciKilinijj. Afte*r six tee eight hours the (*lectrolyif* confaineal 
large* fiuantitics eef plieuiylhyelroxylaminc. dlie* sajne* invc*st.i“" 
gateer- in ceuijiine*tion with Schmidt, on (‘les’treelyzing nitro-^ 
hcnze‘ne* in ah*e»li<i!ic ammeuiia with addition of sabanunoniac, 
iseelate*ei plicnvlhyelreexylumine*, i«»s}de»H aze)xyhe»nzcne* and a 
little* azediclizcno, 

(’. h*. fieichringeT A Stihncanei (!. Me»sHinge*robtain phemyl- 
hyelreixylainiiic in a jccuHar mnnimr. A Icael <*lectrod<* anel an 
cartliemwiire* e!ia|e!iriigrii are* plaea»el in a ceintainea*, arid a porous 
carbon ci^ll in tin* lairlhcnwan* eliapliiaigin. Tfic* lc»ad clrctr’odr* 
si'*rv<*s ns liiieif'it*, the* e*ar!wm e*c!! as cnihcale*. The* eaif.cr e*ontaine»r 
aii<! lilt* cart lien warn* <*<*11 are* fille^cf with a M(K'5 stilphurae? 
acid serving iis f*le*e»troly|{*; nitreifairizeuic* is forceni througli f.ho 
eairb«iii e*eil fem^^irels thi* cartlie‘nware* ce*!l undeT a jircMsurr! of 
0.5 afinosjiliere. !f t he sedution m mm ekctrolyze*d at. a, e’urn»nt 
density of 2 iiirije {kt sejuiiri* d<*(umi*t<?r anei a. te‘inpe*ratttn* up to 
25'5 j.ilieriylliydrfixylaiii‘rie in foriii<*ci as cnd-|irodtict, Hiricc at 
this low* tiuiipeTatiire ariel in tlie* dilut.a imiel no medccular rrtiir- 
nirigetneiit inlo luiiicloplauiol <*an take |dae*o. 

Molecular leairaugemeat and Condeasatiou Products of 
Phenyltiydroxyltmiai.“--Thc! difnciilty anei suhtiliy of the 
c‘lec*l roly tic firi*jiariiti«n of plicmylhydroxylainine* de^fsaids upon 

e f, Kkfktmeliertib 4r5l I (ISIIH). 

^ f, phyn. (’kern. Slit, 2ai (IfKM)). 

3II li F. No. ummmm). 
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the great reactivity of the body, which reactivity exposes it, 
even during the electrolysis, to further reactions. In alkaline 
.solution it is chiefly the condensation of phenylhydroxylamine 
with its predecessor in the reduction, nitrosobenzene, to azoxy- 
benzene; or in alcoholic-alkaline solution the condensation of two 
molecules to azobenzene. In acid solution the rearrangement 
phenomena caused by the acids are chiefly important. Owing to 
the dependence of the rearrangement velocity upon the acid 
concentration, concentrated acids are best suited for the pur¬ 
pose. The nature of the acid is often decisive for the 
rearrangement products. 

AmidophenoL—On reducing nitrobenzene in concentrated 
sulphuric acid, N 03 TO and Clement^ obtained p-amido- 
phenolsulphonic acid. Gattermann and Koppcrt,^ by using 
nitrobenzenesulphonic acid in tolerably concentrated sul¬ 
phuric acid, got p-amidophenol sulphate. Gattermann,^ on 
varying the experimental conditions, also employing con¬ 
centrated sulphuric acid, obtained para-amidophenol directly 
from nitrobenzene. He explains the latter's formation by 
assuming the intermediate production of phenylhydroxyl¬ 
amine, which in further reduction rearranges itself into the 
end-product. 

C 6 H 5 NO 2 4- 2 H 2 = CeHsNHOH 4 H 2 O, 

CeHsNHCOH) =NH 2 C 6 H 40 H. 

Some o-amidophenol is formed besides the p-compound. 

Chloraniline.—Lob ^ has found that p- arid o-chloraniline 
are obtained by the electrolytic reduction of nitrobenzene 
suspended in fuming hydrochloric acid, nitrobenzene dissolved 
in alcoholic hydrochloric acid, and nitrobenzene dissolved in 
mixtures of hydrochloric and acetic acids. With hydrobromic 
acid the corresponding brormnilines are formed. 


^ Ber. d. deutsch. chem, Gesellsch. 26, 990 (1893). 

* Cliem. Ztg. 17, 210 (1893). 

* Ber. d. deutsch. chem. Gesellsch. 26, 1844 (1893). 

^ Ztschr. f. Elektrochemie 8, 46 (1896); Ber. d. deutsch. chem. Gesellsch. 
^29, 1894 (1896). 
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The reaction takes place as shown in the following equations: 

1. C6H5N02+4H = C6H5NH0H + H20. 

2. C6H5NH0H+HC1=C6H5NHC1+H20. 

3. C6HsNHC1= p”C1C6H4NH2. 

The phenylchloramine formed by the action of hydro¬ 
chloric acid on phenylhydroxylamine changes by molecular 
rearrangement into o- and p-chloraniline. 

Condensation Products with Aldehydes.—Gattermann^ has 
obtained direct proof of the intermediate formation of phenyl¬ 
hydroxylamine in the preparation of amidophenol by adding 
benzaldehyde to the solution at the beginning of the elec¬ 
trolysis. He was thus able to isolate a condensation product 
of phenylhydroxylamine with benzaldehyde. In this way he 
obtained from nitrobenzene benzylidene-phenylhydroxylamine, 

/ 0 \ 

CsHsN-CH-CeHs. 


The presence of formaldehyde in the eleptrolytic reduction 
of nitro-compounds produces an effect entirely different 
from that caused by the addition of benzaldehyde. The 
phenomena occurring in this case have been thoroughly 
investigated by Lob.^ 

The fundamental object of his researches differs from 
that of Gatterinann, in that Lob undertakes to establish 
the separate phases of the reduction of the nitro-group.« 
This he accomplishes by the addition of formaldehyde to 
the electrolyte under varying conditions, and as a result the 
intermediate products, at the moment of their formation, com¬ 
bine with formaldehyde, producing condensation compounds 
which do not undergo further decomposition. By regulat¬ 
ing the potential or density of the current the reaction can at 


^ Ber. d. deutsch. chem. Gesellsch. 29;. 3040 (1896). 
^ Ztschr. f. Elektrochemie 4, 428 (1898). 
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will be checked at a perfectly definite phases of 
tion. 

In the electrolysis of nitrobenzene by this in 
were formed: 

1. p-Anhydrohydroxylaminebenzyl alcohol, 


which may also be directly prepared by the ae’ 
maldehyde on phenylhydroxylamine. 

2. Methylenedi-p-anhydroamidobenzyl alcohol, 



/NHC6H4CH2\p,'1 

\NH-C6H4CH2X J 


X, 


a reaction product of formaldehyde and aniline. 

3. Anhydro-p-amidobenzyl alcohol/ 



which can be likewise obtained by the action of fo 
upon aniline. 

Azoxybenzene.—This substance was recognize*I 
ago in the investigations of Elbs,^ Haussermann,'* 
as one of the reduction products occurring l>otl» 
and alkahne electrolytic reduction of nitrolwriz 
berger and Haber then explained its formation I 
densation of phenylhydroxylamine and nitroHolMniz 
by electrolyzing nitrobenzene suspended in diJu 
alkaline or alkaline-salt solutions at unattackabl 


'■ Ber. d. deutsch chem. Gesellsoh. 31, 2037 (1898). 

*Chem. Ztg. 17,209 (1893). 

8 Ibid., 129 (1893). 

«D. R. P; No. 79731 (1894). 

8 Ztsohr. f. Elektrochemie 7, 335 (1900); Ztschr. f, phy«. C 
(1900). 
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(platinum, nickel, mercury), succeeded in finding a method 
which gives a good material- and current-yield of azoxyben- 
zene almost free from other reduction products. In this 
case the unattackable cathode plays a leading part, aside 
from the use of acjncous electrolytes. The choice of attack¬ 
able cathodes modifies the process very considerably, the 
nature of the metal producing individual effects. 

Azobenzene. — Alcoholic-alkaline solutions act differently 
from aqueous-alkaline electrolytes. Even if unattackable 
electrodes are employed with the former, the process can be 
regulated so as to give very good yields of azobenzene. This 
was demonstrated by Elbs and Kopp.i Two concurrent 
processes determine presumably the azobenzene formation, 
firstly, the splitting off of water from two molecules of phenyl- 
hydroxylamine produced by the influence of the alcoholic- 
alkaline solution; secondly, the reaction of hydrazobenzene 
(resulting from the azoxybenzene formed secondarily) with 
unchanged nitrobenzene or nitrosobenzene. That the latter 
reaction occurs is shown by the fact that, if the electrolysis 
is prematurely interrupted, azoxybenzene and azobenzene and 
hydrazobenzene are always present. When alcoholic electrolytes 
were employed it proved advantageous to substitute for the 
free alkali sodium acetate which, on account of its easy solubility 
in alcohol, its good conductivity and trifling action on the 
diaphragm, possesses considerable advantages over sodium 
hydroxide. These processes are not technically valuable on 
account of the employment of alcohol. 

Bayer & Co.- seek to avoid this latter inconvenience by 
reducing nitrobenzene, suspended in aqueous alkaline or alkali- 
salt solutions, in the presence of such metallic cathodes, or the 
addition of such metallic salts, whose oxides are soluble in 
caustic alkali,—^for instance lead, zinc, tin, or their salts. The 
yields of azobenzene obtained by this method are said to be 

'Ztschr. f. Elektrochemie 5, 108 (1898); D. R. P. No. 100233, 100234 
(1898). 

» D. R. P. No. 121899 and 121900 (1899). 
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almost (|ua,ntitativc*. A<rf)niini>: In a [iatmit ^ f»f tin* I'aiiiwprkr- 
v(»rm. M(‘isf(T, Liirius A' Hrtiniiiir* llm ctf nitri}. 

InaizcaH* to aznlxaizcau* t‘aii also arrfii{ij4is!ii’il in aifiifims- 
alkaliiin snluti<m, if tlm n^lysis r;irri<«i| hiii wifhniit a 
(lia.phra.|i;m I>ut witli a l.arga e’athntla mi»l small aandi* aia! a! a 
high l(*mpi‘niturn llOa' lirn. 

Hydrazobenzene. ■ la fiydra-ZnlHaiZMif* wn havn a rnsliit'iiim 
jmKhict of nitrolH*nzo!i(‘ which is ih'xI la importaacp tci aiiilinc, 
l>c*ing employed in large* qiiaolilies in the iiia.fiiifacHirc of 
dim*. Its {‘l(*rtrf»Iytic preparation r‘Xr*ecds in iiiijairfaiici' that 
of aniline; the purely climnical m«*t}iod of preparing 'bc'iizidiiie 
is enore c*onipli(’ale(l, l(‘ss sncifilln and gives [loorer yields ftiaii 
that e>f anilim*, s“o thal great exertions havi* lieeii put forth to 
make the eleetndytic manufacture of the former practireil. 
According to Strauh»v* hydrnzohenzeiie U o}»fainii*d front nitro'- 
henztate in aictdtolic-aikaline solution hy^ clioesing siicii snilatile 
coitditions of solution that al! interine«!iafe products are hf*pt in 
H(»lution, Inii the diflicitltly soluble hyeirazo|iiii/jm«* is j.ireeipi- 
tattxl., thus withdrawing it from the furtber action of itii* ciirreiil. 

liotli azoxybenzf*ne and azobenzeni* are converted, tyv 
Huitalile reduction, into hydrazotxmzeiie. liolli irifdiexls have 
lilreiiily Ikmui foI!owf‘d. K!i>s am! Kfipp ** work in itlcoliolic- 
uikiiline solution and obtain hydrazobnizeiii* from nilroluMizefif* 
in oiic procc*ss, liy way of azftxy- and araibiizento They olftiilri 
excclleni yields, Imi by iiifiuis of Ifie lecliiiiriilly iiiipriiiitriil 
alcohol tnethod, Bayer & C’m eitn iiinkr^ use of their piitimted 
{jrocc*ss^ for t!ie preparation nf iizofanizefie in the riinkitig of 
hydrazribenzene, by continuing the eleiiriral juid 

olitain gooil yicdrls of Ibis stihslnrwan 

lii!) ehmmn mmylmminm m ihr^ {iriinary siibstaiiee in mak¬ 
ing liyciriizol'Hmzerie. This nniiicifl eorres|ifiiids to the 
retically deiiiiwiiled rediietkiri eoiinif^ ns explniiief} for the 
azoxyteiizerie and fcirrimtloiL Arr^ordiiig t«i this 

* I>. E. F. No. Mi.m (Ifttt). 

s 11. ii F. NfK mil ci»iy 

• ^iichr. f, Kleklrocl^tfiiiii $, MIS 













THE ELECTROLYSIS OP AROMATIC COMPOUNDS. 161 

theory azobenzene is a condensation product of hydrazobenzene 
and nitro- or nitrosobenzene. 

Benzidine.—^That nitrobenzene, by electrolytical reduction 
in acid solution, can directly yield benzidine, was first proved by 
Haussermann,^ who used sulphuric acid. Lob ^ later proved the 
same to be true for hydrochloric-, acetic-, and formic-acid 
electrolytes. However, several reactions predominate in this 
direct acid reduction, which prevent the carrying out of the 
reaction up to hydrazobenzene, or the formation of benzidine. 
Phenylhydroxylamine may particularly be mentioned in this 
connection. In alcoholic-acid solution it is partly rearranged 
to amidophenol or its ethers, and partly reduced to aniline. 
Azoxybenzene, in acid solution, is the starting-point in the 
benzidine formation; however, in this case, the combining 
velocity of nitro.sobenzene and phenylhydroxylamine is not very 
great, so that the latter is to a very considerable extent subject 
to the more rapidly acting influence of the acid. 

Besides azoxybenzene, azobenzcne also gives hydrazo- 
benzenc, as already mentioned, e.g. in acid solution benzidine 
results. Azobenzene, however, is formed only in very small 
quantity. 

Lob,^ convinced of the futility of thus being able to obtain 
a good yield of benzidine by a direct reduction of nitrobenzene 
in acid solution, sought to carry out the benzidine process 
by a careful realization of the conditions theoretically required— 
prinniry preparation of azoxy- or azobenzene in the best quan¬ 
titative yields, i.e. in electrolytes, containing alkali or alkali- 
salt, then reducing thfese products in acid solution. Two 
processes) thus resulted. In the first one the electrolytic 
reduction was carried out to azobenzene in alcoholic-alkaline 
solution, then the cathode solution was acidified with sulphuric 
acid, and the further reduction and molecular rearrangement 
combined in one operation. The second process, which was 

> Chem. Ztg. 77, 108 (1893). 

* Ztschr. f. Elektrochemie 3, 471 (1897); Ber. d. deutsch. chem. Gesellsoh. 
29,1894 (1896). 

• Ztschr. f. Elektrochemie 7, 320, 333, 697 (1900-1901). 
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later Elbs and Silbermann ^ also obtained 90 per cent of the 
theoretical yield of aniline with the aid of a lead cathode. 

We are indebted to C. F. Boehringer & Sohne^ for the 
comprehensive exploitation of the influence of cathode material 
in the preparation of aniline. They have patented the results 
of their experiments. The importance of the decisive condi¬ 
tions of the experiments, as in those of Elbs and Silbermann 
and of Lob, lies in the increase of the reduction velocity of 
phcnylhydroxylurninc to aniline, so that competing rearrange¬ 
ment and condensation reactions are given no time to occur. 
Almost quantitative yields of aniline are obtained. The nature 
of the process consists in reducing the nitrobenzene in acid 
solution, or suspension, by means of indifferent electrodes and 
with the addition of a tin, copper, iron, chromium, lead, or 
mercury salt, or the corresponding metal in a finely divided state. 

The metal emjdoyed, or the corresponding degree of quanti- 
valence of the metal ion, is regenerated by the current, depend¬ 
ing upon the greater or less electrolytic ismotic pressure of the 
metal. CAathodes of tin can also be employed instead of the tin salt. 

It may be mentioned incidentally, that according to in¬ 
vestigations by Holier^ a strong odor of phenylisocyanide, 
CellsN^C, occurs in the electrolysis of nitrobenzene in alco¬ 
holic-alkaline solution and without a diaphragm. But a sepa¬ 
ration of the carbylamine could not be made. Homologues 
of nitrobenzene, when electrolyzed under analogous condi¬ 
tions, also yield isonitrile. 

c. Substitution Products of Nitrobenzene, 

I. General Laws governing Substitution. 

The reduction scheme sketched by Haber for the reduction 
of nitrobenzene also holds true for the substitution products of 
nitrobenzene in so far as the formation of their reduction 
phases can be coordinated to the same reduction, condensation, 
or molecular rearrangement processes. But the decisive influ- 

1 Ztschr. f. Elektrochemie 7, 589 (1901). 

2 D. R. P. No. 116942 (1899); 117007 (1900). 

® Ztschr. f. Elektrochemie 5, 463 (1898). 
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ran|^{*nioiil lak«* plari* i,- fiiiMiaoaajtaJI) 

Xcvortlinlnss scnno roarlioir-. aro kiiowii wiiirh ^ 

n(‘rta.in g:i*n(*ral apfjlinahilily. ITii^^ i'^ Inii* of t 
naluriion in cononiitralod siilplnirif* afid, wliiidi idvr"" iiiovily 
nniidoplaaiols. if thn ortho-* or par;opo,‘d!i*ai i> iiiitinaipii'd. 
Only p-nilrotr>lur*iif» and iho iiitroaJdohydoH form *^\rt^piioiiy 
whiOi will 1 h* dioaisM'd. 

Tin* rndtirtion in alkaliiio ^olniirin likinyhi' !r%'ph«. a!iiio:^f 
always to a7*o» mtfl axoxy-hodif^s. f»r liytlra/.odiodit'‘:'a 1lio laivs 
horn pnaknninatinir liavi* Oniofly inviotii^aiod ii)* Olhf-O 

aod his pupils, lla* oxrnptions to I ho riiha tho omirriuiro of 

aniirans in plan* of tm*- and aicoxy roinpfiiiiidH o!i%aiiv 

explained hy l%!hs. P“Xitraiii!iia% olontrolyird tin* saiiii* 

roridifionH whirh iii-diiinudofM»nz4iio frofn inuiiiniiiihiii*, 
yinhls only p-phoffyloni^diiiiniiif*. Ilus {fhiaioinoiioii is hiisrif 
on tJir* furl- lliat j'Hiitraniliiio raadity yi**lds ijiiinono «li>iivaiirf-s, 
but iiHiiiranilino df«-*s not. lliin fht. |iriiiiiiri!y pii'wiiir#ai 
p“arivalo}ilir*nyliiyiIr«oxylaiiiino is rlianMod In «'jiiirioiirdiifiii«ii*^ 

which cMi furilior mlutdiori ntii onlv a diainiiio: 

.KI foil ‘ 'Xil 

L cvific ^ ii/k 

"'"Nfi 

^NH Mlh 

u.vjuf 

mi -w'ln 

Or this octujrs lUrpjMjy in tlw !iitrr»»-|4i;iw, wljfch 

leads to the saint* result; 


• Ztwhr. f, I^cklmctHSiii* 7 , Ml 
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Since the tendency to form quinone derivatives is lacking 
in m-nitraniline, the nitroso- and hydroxylamine phase can 
unite normally to the. azo-body. 

For the same reason perhaps the exclusive formation of 
0- and p-amidophenol occurs: 




NO 


.N( 

^0 


NOH 


or 


C6H< - 
\0H 

/NHOH .NOH 

CsHZ -^CoHX +H2O. 
^OH 


These quinone derivatives, by further reduction, can pro¬ 
duce only amidophenols. If the quinone formation is prevented 
from taking place, for instance by esterifying the hydroxyl- 
group, the normal reaction to azoxy-bodies occurs, o- and p- 
Nitroanisol pass smoothly into azoxy- or azo-derivatives. The 
acylizing of the arnido-group in the case of o- and p-nitroamines 
hinders likewise the quinone, and. therewith the amine, forma¬ 
tion. The azoxy-body is smoothly formed, thus: 

^ „ /NO HOHN\p „ 

Vririrf n tt nn/ 


)>N- 

CeHsCCK 


"COCeHs CeHfiCO" 
C6H4 -N^^N -C6H4-N< 


.Celis 


-COCeHs + HzO. 
But the alkylization does not prevent the formation of 
quinone and therefore the reduction to the amido-phase: 

/NO .NOH 

C 6 H 4 < -^C 6 H 4 r 

^NHCeHs • ^NCeHs 


or 


/NHOH 

C6H4< 

^NHCeHs 


^C6H4^' 


NOH 


NCeHs 


+H2O. 


Elba sums up in the following manner the rules which apply 
to the electrochemical reduction of aromatic mononitro-bodies 
in alkaline solution. Hereby it must be taken into considera¬ 
tion that the primarily formed azoxy-body, under the condi¬ 
tions chosen by Elbs, leads to the azo-body. 
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1. Nitrobenzene and its homologues give azo-bodies; amines 
do not occur, or only in traces. 

2. Halogenized nitrobenzenes and their homologues yield 
azo-compounds; difficulties occasionally occurring are caused 
by the alkaline cathode fluid attacking the halogen made mobile 
by the nitro-group, or inversely the nitro-group made mobile by 
several halogen atoms. 

3. Nitrobenzene-m-sulphonic acid and its homologues give 
azo-bodies. 

4. Nitrobenzenecarboxylic acids yield azo-compounds, but 
only the o-acids behave differently.^ 

5. m- and p-Nitroacid-nitriles yield azo-bodies, with or with¬ 
out a partial saponification, depending upon the conditions of 
the experiment. 

6. m-Nitraniline and its homologues give azo-bodies, but 
o-and p-nitraniline and its homologues, on the contrary, give 
diamines. 

The same rule obtains for the secondary and tertiary amines 
derived from the three nitranilines. 

7. Acylized nitranilines (acidnitroamides) and their homo¬ 
logues give azo-bodies, no matter which position the nitro- 
group occupies in regard to the acylized amido-group. The 
cathode fluid must be kept approximately neutral during 
reduction, otherwise the acid amides are saponified if the 
solution becomes considerably alkaline. 

8. o- and p-Nitrophenols give amidophenols. 

9. Nitrophenol ethers give azo-bodies, no matter what 
position the nitro-group occupies. 

These rules do not hold true for dinitro-bodies. 

The experiences gained in the electrolysis of nitrobenzene 
concerning the influences of the cathode material have also 
obtained in great measure, with the substituted nitrohydro- 
carbons. The general result can be sunomed up in the state¬ 
ment that at unattackable cathodes, such as platinum, nickel, 


^ Lob, Ztschr. f. Elektrochemie 2, 532 (1896). 
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and mercury, in aqueous-alkaline solution azoxy-bodies ^ are 
produced, and at attackable cathodes, such as lead or copper, 
azo-, hydrazo-,2 and even amido-compounds are formed. The 
latter are obtained by the method of C. F. Bohringer & Sbhne,® 
using a copper cathode, or an unattackable cathode with 
addition of copper powder. o-Toluidine, m-phenylenediamine 
from m-nitraniline, and a-naphthylamine, in addition to ani¬ 
line, were prepared in good yields by this method. 

In alcoholic solution this difference does not occur so dis¬ 
tinctly; it is also easy to reduce to the hydrazo-phase at 
unattackable electrodes. 

The influence of the cathode' metal is much more mani¬ 
fest when acid electrolytes are employed than in alkaline 
reduction. In alkaline solution at copper electrodes, if we 
except the last-mentioned process, the rapidly occurring con¬ 
densation of the first reduction phases—of the nitroso- and 
hydroxylamine body—always leads innmediately to the azoxy- 
body and makes this appear to be the typical product of the 
alkaline reduction, which can in turn be further reduced. In 
acid solution this condensation takes place so slowly that 
the molecular rearrangement of the hydroxylamine and its 
further reduction to amine has time to take place alongside 
the formation of the azoxy-body and the reduction of the 
latter to the hydrozo-compound or benzidine.^ 

The increased reactivity of the whole molecule or single 
groups, which is often associated with the entrance of nitro- 
groups, is also apparent in the capability of some nitro-bodies to 
be relatively easily oxidized. The little that is known is ap¬ 
pended to the description of the behavior of the individual 
members. The characteristic features of the oxidation processes 
in question have been explained in the first chapter (p. 27 
et seq.). 


^ Ztschr. f. Elektrochemie 7, 335 (1900). 

2D. R. P. No. 121899 and 121900 (1899). 

8D. R. P. No. 130742 (1901). 

* Of. Haussermann, Chem. Ztg. 17, 209 (1893). 
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11, HomologiieH of Nitrobenzene. 

\iIjnnoij f. 

o-NitrotoIuene Ik^Iuivok vory rntirli !iki» iiifrr»lK*ri/.fiif% If, 
|j:ivc‘S and a liflla <H!f>luidirio in Milplnirir- nr Iiydri>» 

<*lilnri(*“a(‘id snlntioii niiiitssoniiann id lit r:itfd >'iil- 

plmria a.(*i<H latlt^rinann and Alirfsrlr* ulaaini^d <Ktiiiid«.Miin'*ri : 

iii*nzylidcnt*»o-tc^lylhydrnKylainiiifd^ riirn^jtrindini: fr» Ilin 
honzyIi«!c*n<‘phi*nylhydrfrxyIa.min«n is piaidm'i**! in iIi** pmsi'iiop 
nf iHnizaldoliydn. 

A<aa»rding I la* f*xprriMi«’iils nf [faii^siiMiiarin;^ and 

Ivnpp/^' and aznhduniin i:^ primarily ainl airmni nxrlii>ivi'ly 
prnfiurfMl in alkaliiin-alrcdinlir snlulinn. ami, nn fnrtlp-r rf'diia- 
linn, liydraznlnlumio. 1lia samn ntn ul^n In* nhiaiia^d 

a.H slmwn in llm piaap^ss «ff tfa* a-liovn-iiipniiiiiiod |ia!iii!s ff»r 
the* pn*|)anttinn nf imn andhydniztili^aizfiii*. If <*lnrtr*ilyznd in 
u,lka,ruH*-aptaaHiH sus]H'nsinn. Ua’n* h fnrfiii"f! nn tip* miiitrary, 
aznxytnlunnn fproat'sH nf !,nb whirii tain lit* t'oiiv’tTfnil iiilci 
CHtnlidinn irt a. liydrtttdiltiria-arid nltalritlylf* with firi fullit«!i*s, nr 
at an iifiallarkablf* aatlindn with adtlilJniis nf rklnriika 

A Hnlutitai ttf mnilrnlnhifiii* in n mixtiin* t-f sj|l}4iiirif nmi 
acnik* acidH, if nxitlizatl at a pin!iniiin aiiniln. givrs a p*>nr ykdd 
(ulKHit 3CI por vvni.) nf nndirt.ilpaizyi altailml r 

m-Nitrotoluentj if f*!«*rtrnlyza*ii in rfiiiratiir,atmi ?ai!|i|]iiria 
acid, pas^*H inln tiKaiiiiflnn.M»rnsnl fC'inttnriiiaiin iiiid firidiT^L 
If fM*rr/4t!d<*liyt!f‘ h b‘nzyli«lc*iii*-iii*lfilylli>a|iai%ykiiiiii^ 

forniH (('Jattnririiirin 

* tiioai, ZiK, I#, 211ft cmitai, 

^ d.. flfiilKrli. rhtarr 27, Ift2» CI»W). 

^ Ilihf, 211, :ill40 riHINI). 

^Cliem. Zig. 17, 12ft CIHfiri). 

® Ztwhr f, Klokrrwlimiit? $h MW (WIMI). 

«iMti 4M> ammi 

^ liiiti 7, immi 

* Bull Htm, Cliim. f3) M, Um flWI). 

* Bur., tl dmiiwh. fl, iliil (iS§4), 

2i, aW4W (11^1). 












THK KLKC TUof.VSiS OF AUoMATH’ (‘OMPOtJXI)S. 


16!) 


I*n<*(*lr«ilyzc*(i in alcnholic-alkulinc sf^lutinn, accordiiiii; to 
tha ilirtaiions ai lCll>s. ni“azolohifaH‘ is ahnost (luantitativ(‘Iy 
tlif* furth(*r currant ac’tion |i:iv(‘S m-hydruzololufuic* 

Ltjb ala! Scliiuift- cl(‘cl roly zed ju-nitrot olu(‘n(‘ in alkaline*- 
acfucceus siisjHUi-iun. <‘iii]>lnvin|i; varieais cathode nadaJs in 
ordfi’ to deteniiine their inliuericia din* other conditions of 
tin* experiments were tin* same. m-Azoxytolueiay which is !«>> 
a small extent con\a*rt«*f! into hydrazotohamf*, and rmtoluidim* 
an* |>roduced. dla* yields vary, dependiit|^ upon tin* natnn* f>f 
the fat!liode: t!ie reduction was wf*akest at nick(*l (‘athodcs, i.ta, 
if lairdly passed heyond the azoxy-phase; at zinc, copper, aaid 
cojiper in t lie presence of copjH*r powde*!*, tla* yield of nniinr* 
incn*ases in the i^ivaai sf*ries of flic m(‘lals, wliih* that of 
azoxytoiuciic dt‘crcascs. Hie following table shown tii(‘Hc rela¬ 
tions. Five* i^rams nnnitrotoluciH* ga,V{‘: 


Vina iji <»r 5 tmH Mf 





5 

j n.varfif4i 
i e4iirfiiy 

1 

avihiiaiid’ 

\n’k»'l, ... ... ... . 

^ 2 -17 

1 n an 

n.sn 

Zinr, ................ . 

2 '12 

n 20 

a.nn 

.. ., ,, .. . , , 

ro|i|MT . . . 

\.m 

fe2l 

1 in 

.1 I.3H 

0 17 

1 . C»H 


I'icmin;'* hy‘>?£u!izjiig cifcfrolylH'ully ni-uitn»t(»liic‘ti(* urulcr 
llw amditioriH clinwii for the o-nifroloincin*, obtiiiiictl about. 
20 jKT cyfit iii-fiitrolifiizalfiaiydi*. 

p-Nitrotoluene-- In diiiiU* miljihurta-iund Hohition, Iliiu.HHi'r- 
inaiue obtiiitii’tl {»-(oluiiliin* aH tlin chiaf produft; (iuttar- 
iiutnn aJid Ko[){t*Tf,® by rnduaing in concent rated Hiilphurk: 


' Ztwtir. f. Klnktrftchcmie«, 322 
’ 10, 7f»« <HKH). 

» mm. cf.im pi) 25. Kr.2 (lfH»t). 

H'bMn, 74 k . 17 , aw Om'i), 

*Iter, «l, cfM'rti. CfemillMch. 26, 1852, 2810 (1803); I). II, I*. N«. 

7S2fll (1803). 
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suuii, fomiil :i imtccss varyiii}' frntu tin' tmriual rear!itm. .‘Jinn* 
flic aiunloplu’iio! furiiiafitiii caiiiiut dciair vvla'H l!ii’ j(-|!U'ttinn 
is occujiicil. Till' n'.iuHiiiti Inails tu iiiiroaitii.iiM.-lM'itzy! 
ulciihol, ;i suhslatin' fviilrnily i.rniluci'il liy l■^lIllll•^^SltilHl of the 
intcrini'iliati'ly oci'HiTiiiK ii-aiiiiilniH'iizyl ah'iiln'l with iiitnitulueiie 
ami haviiii' the funiiiila 

.('ih, di.i 

Call/ ('.iH/ 

On further eleeirctlylie re.iueliim this w ennverteii 

into iliaiiiiii(i|ihenyitiilyhnethaiie. 

if In'iizalilehyile is a'i<leil tn the .■■ailjihurie iii’i'i, IhuizvI- 
ideiie-ji-tolvlhvilro.'cylatitiiie is unriiiany |irinitieeil fOattei- 

Jiianii‘J. 

(’. F. UifehriuKer Siiluie*’ fnuitii that, if eathniies of 
tin, coiiiHT, lead, irnii. ehroiaiuiii. or rinreiiry are eho.'H'n, or 
the salts of thew metals at unattaekahli' ealhodes are iuliled 
to tlie electrolytes, p-nitrotolueiie in a hydrochlorte-jteid elec¬ 
trolyte i,s smootlily converted into ji tohiidine. 

found thiit, if jenitrotohiene, in alcoholic-hydri*- 
chloric acid solution «>r aijneousdiydrochloiic acid sus|tensioM^ 
is electrolytically reduci'd, }»refi'rably at lead ealhodes in the 
presence of formaldehyde, there tne formed p-dinulhvltolui- 
dine and !i condensation j>r««lncf of jelolnidiin* and fortiiulde- 
hyde. According to (to*‘cke,'* this has the contiKisitioii 

(Cl 1:«( *«! i 4 .N( 'list r, 

and |)osseHS(*H |)erhii|>s the ennstifufion of a trinn*lhylenetritol- 
uidine, which, on further reduction, yiidds jMliiuethyltrjluidine: 

ytnia 

(T 13 CbII 4 N< tiniufHsO 

N,Tl3-NC«ll4('!!3 

yCIb 

-ClbCalbNC 4 2(Tl3C«li4NIi3 4Cfb{). 

_ __ 

‘ Iter, il. dflutuclt. chem. CJ«''«eU*i‘li it, HDtO 11 

>1). II, P. No. ll«W2 (IIWW); I17t»07 (tW). 

• Ztschr. f. KInktrochwnte 4,128 

* Ibid. S, 470, (IflOSt, 




TilK FJ.WTIJOLVSIS OF AHOMATK' OOMPorXDH. 171 


TIh* f’xc’fss of f()riiiaM<*hy«l(‘ prascaif in lli(‘ fKiuiU 
acts nij tiin tnluii!inf‘, so that a luixtiin* nf diincthyllohiidiiic 
am! Iriiia^th\'lfaiotriltjluidiiH* n‘sul(s. 

Ill alcoijolir-alkalinn snluti^ai I'ilhs/ Mlhs and Knpp,- and 
cihtahiod p-azotuinriH*. If (la* electrolysis is |)r(‘niar 
t iirely intcorrupted, \ !je elect rolyU^ cont ains lai’^>;(‘ ((Uanl it i(‘H 
ef jKiZoxytoluofie; prcjlnii|i;e<l {•I(‘c(rolysis joliydraz{>folu(*nc‘ 
is (|Uantitativc'ly prodticc'd, a<aMirdin|j!; to the* proc(‘ss c^f Idhs. 

I/di and Hf'hinitf ^ irtvesti|i:aJed tlie h(*havior nf p~ni(ro- 
tfiluene iri alkaline-aqneotis suspension at dirfen*nt <‘atlio(|(‘H, 
The result is similar to (hat ohtairicd in tla* <atse (jf rn-nilrre 
t<jluene, hut flit* a/,oxydioily was always contaniinn,t<*d wilT 
some azmeomprannh Five* |»;rams p-nitrotoItauH^ (hf^ 

hfllowing: 




Vi»'M hi ({niriOnl’ 






*r<»lnhlhif’, 


xiclicl ..: 2 Jin 

Zinc. . 2./I2 

< *e|i|iiT. 2. W 

i Vijipcr faal ce|»fM*r ffeirUer , , , , , . 1,70 


0, to 
0 15 
Cl 1 1 
0 05 


0 (17 
0 HH 
I .:o 
l ,K!I 


If fill! furrciit yiclilH ublaiiiiMl uritlcr niiiiilnr omidilioiiH from 
m- anil {i-nilrotoiui’iii* an* coniparod with oni* another, it, in 
found that the {i-eonipoiind in more enaily redueihle thiui the 
rn-hiHly, The inllnenee of flie poHition of the m(‘fhyl group in 
thuH nhown lioth in the eheinieul reaiilt uml the reHiatanee 
lowardn redueing agenta. 

E1!)H.* l»y eleetrolytieully oxidizing p-nitrotoluene in n 
tnixfure of ecineentntf<*il aeetie and Hiilphurie iieida at a large 
{)laf inum amKle, obtained {>-nitrolx*nzyl alcohol,—current yield 
30 {ler iiTit, material yiidtl 40 jkt cent. 

' <1wm, Zlg. 17, 2()f> (IHUB); Ztuchr, f. KlektruclHiiiiie, 4, 4W (18SW). 
f KiekferhwiiteS, 110 (IMW). 

»Ibid, 5. 4m 

< IWd. Ml, 7m fHIM). 

* Ibid, f, rag tlXW). 
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If the electrolysis is carried out in 80% sulphuric acid, 
"both p-nitrobenzaldehyde and the alcohol are obtained (Lab- 
hardt and Zschoche ^). 

C. F. Boehringer (fe'Schne^ add 0.1 part by weight per litre 
of manganese sulphate to the anode electrolyte,—a mixture of 
sulphuric and acetic acids,—and obtain smoothly p-nitrobenzoic 
acid at a lead-peroxide anode. 


Nitroxylenes. 


Kitro-p-xylene, reduced in concentrated sulphuric acid, 
gives the corresponding amidoxylenol (Gattermann and Heider®); 


C6li2 


/CHs (1) 

AnH2 (2) 

VCHs (4) 
\OH (5) 


Gattermann,^ by adding benzaldehyde during the reduction, 
obtained the benzylidene-derivative 


(CH3)2C6H3N - CHCelis. 
\ 0 / 


p-Nitro-o-xylene was reduced by Elbs and Kopp® in alco¬ 
holic alkaline solution with addition of sodium acetate. They 
obtained good yields of azoxy-, azo- and hydrazoxylene. 

p-Nitro-m-xylene, when treated similarly gives analogous 
products.® 

Elbs and his pupils ® obtained in the same manner the 
corresponding azoxy-, azo- and hydrazo-bodies from o-nitro- 
benzylaniline, 'p-nitrdbenzylaniline, nitrotolylaminophenylmeth- 
ane, NH 2 C 6 H 4 CH 2 -C 6 H 3 CH 3 N 02 , and m-nitroleucomala- 
chite green [(CH3)2NC6H[4]2CH-C6H4N02; but the last-men¬ 
tioned substance was not reduced to the azo-phase. 


* Ztschr. f. Elektrochemie 8, 93 (1902). 

’ D. R. P. No. 117129 (1900). 

* Ber. d. deutsch. chem. Gesellsch. 27,1930 (1894). 
‘Ibid, 29, 3040 (1896). 

'Ztschr. f. Elektrochemie5, 110 (1898). 

' Ibid. 7, 136 (1900). 
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m-Dinitrobenzene, on reduction in concentrated sulphuric 
acid, is converted into o-p-diamidophenol (Gattermann and 
Abresch 0- 

o-p-Dinitrotoluene (2.4) is analogously reduced to 2.4.5- 
diamidocresoL Sachs and Kempf^ oxidized this substance 
electrolytically in sulphuric acid solution at a lead anode and 
obtained a medium 3 deld dinitrobenzoic acid. 

2 • 4 - 6~Trinitrotoluene gives analogously trinitrobenzoic acid. 

p-Dinitrostilbene. While carrying out some experiments on 
the dye ^^ sun ^^ellow/' which is obtained by warming p-nitro- 
toluenesulphonic acid with sodium hydroxide, Elbs and Kre- 
mann**^ worked on the efectrochemical reduction of several 
stilbene derivatives. 

They obtained the following results: p-Dinitrostilbenej re¬ 
duced in alkaline solution, gives p-azoxystilbeiie; in hydro¬ 
chloric-acid solution with addition of stannous chloride (method 
of C. F. Boehringer & Sohne), p-diaminostilbene. 

o-Mtrodiphenyl and p-nitrodiphenyl in alkaline electrolytes 
give the azoxy-derivatives (Elbs); p-nitrodiphenyl also gives 
inconsiderable quantities of p-amidodiphenyl, while in alcoholic- 
sulphuric acid at platinum and lead cathodes it is easily reduced 
to p-amidodiphenyl (Fichte and Sulzberger . 

2 . 2 -Dmitro(iiphenyl was reduced by Wohlfahrt,^ in accord¬ 
ance with Elb's process, and gave a very good yield of phen- 
azone, while in hydrochloric-acid electrolyte with the addi¬ 
tion of stannous chloride hydrophenazone hydrochloride was 
formed. 

/N0202N\ yN=Nv 

—”-™^C6H4. 

The method of Wohlfahrt has been extended by Ullmann 
and Dieterle ^ to several o-dinitrodiphenyl derivatives. The 

^ Ber. d. deutsch. chem. Gesellsch. 26, 1848 (1893). 

2 ibia. 35, 2712 (1902). 

. 8 Ztschr. 1 Elektrochemie 9, 416 (1903). 

* Ber. d. deutsch. chem. Gesellsch. 37, 881 (1904). 

8 Journ. f. prakt. Chem. [2] 65, 295 (1902). 

8 Ber, d. deutsch, chem. Gesellsch. 37, 23 (1904). 
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corr{‘Sj)f)n(liiig j)lH*nuz()n<‘.s arc* fcuancnl in alcnjif4if*-alk:ilifie 
(ilcH’trolytc'S. 

2 • 2 -Dmitro- 4 * 4 -ditoIyl|j^ivc*s f he* .‘'>-S-”(|iinctliyliilic*MazaiiC‘y 
('IlaC^H, N 

i II 

('Ii:.(V.ila X. 

2-2-Dinitrobenzidine j'ivcs the ;'> S-lniitl 
!)iidlnitrtr(un(iliiildinntiiiii<lijili( u;il tin' -S Iclraiiifiltyliiiaiuiiitt- 
(t)u'naz<tn('. 'riiis is aisu |iriii!ui'i'ii in the cli'ctric 

mluctiuii (if tclrajiiclliyliliamiiutjilicnazcinc oxiiic' 


i 

i 


/h 

Dinitrotetraethyldiaminodiphenyl gives t he 3 ■ K-t r*t rnef hyl 
(liaitminphenazoiic, 

Dinitroanisidine, th<! 3'H-tliamiti(Miimellii»xy|»}ienuZ(>rie 


NH, - jj 

cniao' J. ,, 
Nil./"”" 


N 

!l 

N. 


in. Halogen Derivatives of Mononitro-bodles. 

These iK'hsive <]uiie tiualngnttHly In tin* iiitrfH‘iim|)(«in(ia 
containing no littlogeiiH. Aeconiing to the jtroei'ss of lilbs,* 
if thcHC sulwtanet'H are reduced in aleoholie-alkalini* solution, 
th(*re result iiKoxy-, azo and hydraziehodies. 'I'lic dilhctiUies 
caused by the increased activity of thtt nitro-gronp iind the 
attackability of the halogen have already lx*en mentioned 
under the diatnission of the general laws. 'Hie foUowijig sul>- 
stances have lx*en invesligsiU'd in this manner: 

o-Chlornitrobenzene (by-prodtjcls: o-ehlorsinilitu* artil o-nmi- 
dophcnol), ni-chlomitrobenzene, p-chlomitrobenzene, p-dichlor- 

> ZiJKhr. f. Eiektrodbiitfe 7,13fi (IflOft). 


f 
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(2,5)mtrobenzene (by-products: p-dichloraniline and chlor- 
aminophenol (aOHC6H3NH2), o-bromnitrobenzene, m-brom- 

nitrobenzene, p-bromnitrobenzene, m-iodonitrobenzene, p-iodoni- 
trobenzene, o-chlor-m-nitrotoluene (by-products: o-chlor-m-to- 
luidine), o-cblor-p-nitrotoluene, p-cblor-o-nitrotoluene, p-chlor- 
m-nitrotoluene (by-products: o-chlor-m-toluidine and o-amino- 
m-cresol). 

Gattermann's reaction also proceeds smoothly with the 
halogen derivatives, if the para-position to the nitro-group 
is not occupied. 

p-Chlomitrobenzene, on account of the mobility of its chlo¬ 
rine atom, is converted in concentrated sulphuric acid into 
p-amidophenol (Noyes and Dorrance^). 

m-Bromnitrobenzene gave a good yield of bromamidophenol 
(Gattermann and Heider^). 

p-Brom-o-nitrotoluene gives the bromamidocresol. 

/CH3 (1) 

p rj /NH 2 (2) 

(4)’ 

\OH (5) 

p-Brom-m-nitrotoluene yields analogou^y the bromamido¬ 
cresol. 


/CHs 

P TT /yNHz 
C6H2s<Br 

^OH 


( 1 ) 

(3) 

(4) - 
( 6 ) 


IV. Nitrophenols. 

o-Nitrophenol, reduced electrolytically, gives a good yield 
of o-amidophenol both in alkaline-aqueous solution at plati¬ 
num cathodes (Lob and in alcoholic potassium-hydroxide 
solution at lead or mercury cathodes (Elbs ^). 

o-Nitroanisol, electrolyzed under the same conditions as 

^ Ber. d. deutsch. chem. Gesellsch. 28, 2349 (1895). 

nbid. 27,1931 (1894). 

® Ztschr. f. Elektrochemie 2, 533 (1896). 

* Joum. f. prakt. Chemie. 43, 39 (1891). 
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luciilimicd uiidcr o-nilnipliciml. givi-.s (K.zoaiiiw.l, 

niid ()-hydruzo!itiis(»l fnfiussrTmannd Idlis aiu! Rtdtdc*;. It 
dinars, fiicrcfon', from fiic above compound in this respect. 
o-.\ itrDjihnirlal beliax’cs similarh'. 

ni-NitrophenoI, on Ixanji reduced, ilocs not afford an oppor¬ 
tunity for flic (ininonc formation, and gives, firnce, in .alk.-j- 
lim* solution m-azoplienol. In ;dc(t!ioiic-.';nlpliurie ar-id solu¬ 
tion and at a lead cathode it is reduced to m-amidopiieno|sul- 
phonic ncifl fKlapp<‘rt 


p~Nitrophenol lM‘linvf‘s like tin* fir!lifHcninpfiiinfl. Accrir«lin|^ 

to KIbs,' a g(.od yi.-ld of j.-amidophenol produced in .alkaline 
solution. It.s (‘Ihers .and Ijeliave 

nojinally; they giv<* cjiielly the azosy-deriv.ati\'e.s, .also .sofne 
p-ainsidinc* und p}i(*noli«lino ro>pof'tivolv, 

Ititermedi.ate phases of the rediiciiotj c;m !«• .separated in 
the cjise of o- and i>-nifropheno!. if .a concentrateil .s*ilufion of 
.'iniline hydrochloride i.s usi-d as eleetimlyte fI,ob'*). (V»mpli- 
cated condensation (.rodiicts are obt.aiticd. It voruas that the 
nitro,sopheno]s priimirily formed react in tiie forju of .piiiiota- 
oximes with aniline*. 


p-Ni!n)piienol thus gives as prineipal prfHiuct diatdlhio- 
qniaoneanil, n .siib.statiee* which is also protlnced in the redttc- 
tion of (snitrofihenol, h-.sides a bine iiiduliiie-lik«’ tive'sinff. 
The mechanism (»f 1 his reiwtioti has nf>| yet l»eeji explaineel. 

o-p-Dinitrophenol, ten re.iuet ion in alcohnlie..aikaline sohif ion. 
gives a mixture of amidonitrophemfl and diainidophetar! ri :ibs«;. 
A soluble red intermediai*. prcKhiel is rortiiR.| during tite rearf ion, 
Trinitrophenol (Picric nciii) was redneed |,y h;H« » in .huI- 
phuric-aciti solution to pierntuie acid an*J iliamhionitrophcnol 


'Oicrii, Zlg. 17, 209 nsSI.'S! 

*7Am\ir. f. Klektnietietnie 7, 110 flBOO) 

* li>i<I, H. 791 f 1902). 

* Uwl. 7, l ift (1900), 

* Ibid, 6, 441 (1900), 

»Jouni. f. pmkt. Chwn. [2) 13,.'{« fiaoi). 
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XrriiopHKNvi. Kthi-:u.s, 

»Si*vfTa,l rf‘pn‘si»nfativ<‘s al this (*lass of (aaiipounds waro 
as to thoir hchavica* in alkalin(‘ HMluc^lion (llfLiis- 
sarniana and Sc'hniiilt 'Phase* inv('sti|i:utors <;onfinnc‘(l ih(‘ 
rulfs whirh Mlh astahPisheMl for nitrnphc*nyl (*th(‘rs. 

o-Nitrophenyl ether, p~Nitrophenyl ether an^ smoothly 
cainvarO’d into a/arxyphanvl <*tlH‘rs. 

p-Nitrophenyl-p-tolyi ether |j!;iv{‘s similarly the* p-azoxy- 
jfhany! 1 har. 

Hydroxyquinone-p-nitrodiphenyl ether yic*lds jKa,zoxydiph(‘nyl 

f*thar. 

p Amirtophanyl [i 4 c>lyl aihe*!’ is smoothly formf*(l from p- 
nitrophenyl-p-tolyl ether in hydrochlorie-aeid susp(‘rision with a 

tin ra,lhf«hn 

V. ffitramlincs. 

o~NitraniIinep wlian a!(*atroly%e‘d in aJkalina solution (Kll)S 
and hoIi«ii*"i yif^lds smoc^hly o>qjlM*nvla!H‘diauun<*, while* (Ju* 
intarin**iiiat<‘ly nanirrini^ nit rejscH av hydroxyIa4nin(*-phase*H, 
similar let tho.^* in the* p-H<*ri(*s, rouelily re‘arrange^ th(nns(‘lvc‘H 
intei quiiiona d«-*nva,f ive*s, 

m-Pfilraniline iK'linvas dilTorenily. This Huhstancey by c*l(‘c 
Irolysis in an alkaliia* alaatrolytey givc‘sa geanl yi(*ld of tn-diam- 
hitm/jih*ir/j*nv iKlbs ami Kopp,** ami Lhh d? n litt le* ay.oxy- 
aoiiipoiimt ami IriiraH of m-|>iianvlemodianun('. I'lic* realnoiiem 
fan iilsf^ riirrif»d imi to the* hydras'a^phasen xn«Niiranilino 
give*sf:ap-diaiiiirlo['ilie*milirisufphurie-aei<l8cduti()n ((lalicauniirmj.^ 

Itoliila lias invastigafeal lb* inlhicmca* of im»thyl groups in 
llif* aiiiidrHgreiiijisin itlkalirm reahtotjom 

gives tfdriinicdhyhni-cllarriieloazc)- 
lM*rr/*oipy or lla* liy«ini74ob<Kly. Voight ^ nalueocl it in mni- 

* d, fltfiilMdi. ehmi. 

* Ztwlir f, Klfktfr»ch«ini« 7, H t, 3-I0 (HKK)). 

»IMit, 5, I !(l ftHiW). 

* Il.i<l I.W fismi). 

* Iter, (I. (teiKwli. (rhcin. 2B, IR4!> (1893). 

* 74mhr. f. Kteklrwlienite 7, 328, 338 (IWJO). 

’ Xtwltr. f. angftw. 107 (1801). 
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(■(•litr;il(*(l sulphuric uciil. anti thus (■iiii\'cr!t')! if iipi, i 
(iiliicth\i iliatiiiihipiicriiil, 

iii-Sllri>.«„liiii,lli;ii<i„il,,ir call !«• cinvcr!--,! l.\- (;.■,!!,r- 
inarui s prnccss inlu iii-p liiiucthvl'lianii iMphi'jinl Aiiii ci, i 
tn.XilMin tliifhn.iiinr iN'havi-. like inHilf 
It is cdfivcrtctl ill .■ilkaliiif clcctrnlyic' irifn liim.-ilpj in .fiauii,;,,.. 
fizoiK'iizcnc, nr -hyiira/.nlten/,file. 

p-Nitraniline, liy reiiiiciinn in ct.ncntraf.-.i ulphurie a.i.j. 
Ciuinnl yiehl an ami.inphfn.t! iteeaijM. tl„. j, p., j. ,,r,.,ipi.-,|' 
Noyes antMlttiTance* retiuee,| if f,, ,,,1 

I'ncMylenedianiinf i.-t itrniinee.i in aikitiinf ■./luiinn. n ini-dji i*. 
cxiH-eteii (|•:!llSf. 

Ihc Itehfivinr of jt-Amiiom-nlu n::> ni may inciiienfallv l»e 
inentlniie.1 liere. 'riiis .siliislanee i.y t i.-ctmlyiH in aci.l N.lulinii 
with a tin eathntie. nr a.i.lilinn nf rtfuumns e'hlnri.ie, i. jn..nih!v 
nniiverfetl intn i)-phenylcne.iiamii„.,» i„ fp,, 

{MUfranilirif*. 

V-Xilrm<ri,in,lu{v. Hnniiehnrn * .it,..frve.i s},- .H-r-urrenee 
()f (liucetyl-p.ili;ani,h,;,znxyi,cn/.eni* when this siili.?ai,cc ivas 

retiuceti in alkaline .snliitbn. 'rhis uKrees Hifh )h<- fart ihat the 
(iUlnoiie fnrinatinji fn.in the re.iucfinii ph.aHes ni |M,ilr»«,ee|. 
luillule Ls reiNlerci liifiicull hy l!ie neetyl Kirinp, If nt, f}„. 
(foiitniry, the eiecirnlyle is kept aciil with .-teelie aci,|. tj,.. ac,.f yl 
(lenviitive nf p-i»henyle„c.,iiaiuine and smue plietivlenediami,,,. 
ticet.'ilc are here aisn nhlained. 

/e.Vr7r«/m/c//,,;/«,n7h«. i,, aienlmlie-aikaiii,.. s.,hith,i, and nt 
(trdmary tein|K.ruHire. ean h> Hin.s.fhly reduced in jeaini.ln. 
(hinethylmiihne (hiitide^i; »l a liiKHer leiiii)..raHjre a sii!iflii,tr 
up uiln diinethyhuniiie and fHiiiiidn|,{jetir.| nectirs, 

„ ,, Xfl, 

s fxirfcry,. 


! !!*/; *1 riimi stj. ftwin 

’ ItMd. »i<, 2 ;Mf) 

;-A ■'!:!''»«»>. 

/Amhr, f. llfllgll 

^1. e. 
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]HKiiroftitihjl(iriiHnr, by (‘Icctrolyticjil r(‘(lu(*tif)n in concon- 
fratc‘«l siilphiiric is ('Diivarlcd into important inter- 

riKMliatf produc't nf dynstuff lujinufacttun^, p“arui(lo--in--oxy- 

ili«*tliylu!iiiino. 

/XH'i 
(‘ail/ OH 

^X((^Ha)2. 

j^Xiini‘<miitthylfnu'linr’^ |i:iv(‘S tho saiiK* Cf)m{)Oun(i. 

N'rmfmjianniNKK. 

'I'lif nilrn!<ilui<liiii‘S ulicti reduced electrolylically in acid 
and aikaHiie sulution lieltavi- like the nilninilines. Tlie {wMition 
(if llie in-'lliyl gmuji must , of cdur.se, 1 k( hurne in mind. 

p-Nitro-o-toluidine is (uiiiverted by (hit ter man n’s process* 
into diamiilnercMil: 


(1) 

{•2} I Ha 


yCU, 

/nh. 


Si h flj 


In thi.s ense the hydroxyl grmi{) occupies the o-position 
in resjM-cl to tli" origituil uitro-group. 

In alkaline reiiuetiori {i-toluylenediamine is jiroduced (Klbs).* 
o-Nitro-p-toluidine in Hulphuri<! acid soliition ffives the 
Kniu" liiatuidocresol ji.h p-nitr(Hi-toluidin(‘, the hydroxyl group 
oceiijiving the jiara-position to th»* original nitro-group. 

'I'lie eh’cfricul reduction in an alkaline electrolyte leads 
to a good yield of fetfiluylenediamine. If the reduction is 
carried out in alkalitie solution, ni-nitro-jhtolmline and rn^dlro- 
n-loluiilinr, as might Is* sujiposed, are converted itito ajtoxy-, 
awe mid hydras;o-<!om}M>inids. 

m-Ifitrodtaethyl-p-toluidine givtts dimethyl tenzimidazolti 
(Pinnow *) 


> p. It, I*. Ko. (IttM). 

»Iter. il. dcutich, di«m. fSeiielliich. 26, ISfiO (1«93). 

* Xtuchf. f. Elektrttchcmk 7, 146 (1600). 

♦ J«um. r. prakt. Cliemie 66, 362 (1901); 66, 679 (1902). 
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CHs 

\ II 

N-CH 

CHs 

and dimethyltoluylenediairdne. The reaction is carried out 
in Lob’s short-circuit cell (p. 50). An addition of graphite 
powder accelerates the reaction, which probably is mainly 
caused by the intermediately occurring nitroso-compound split¬ 
ting off water, and thus yielding the dimethylbenzimidazole, 

/CH. 

CeHs^NO — 

(0113)2 


-N 


N-CH 
CH 3 

m-Nitrodimethyl-o-toluidine. —This substanct', reduced in 
alkaline electrolytes, gives tetrametliyl-m-diamido-p-azotoluene. 

/CHs CHs\ 

C6H3^N(CH3)2(CH3)2N-^Csn3 

and tetramethyl-m-diaiuic lo-p-hydrazotoluene. 

VI. Nitro-derivatives of Diphenylamine and Amidotriphenylmethane. 

p-Nitrodiphenylamine, by reduction in alcoholic-alkaline solu¬ 
tion according to Elbs’ method, gives a good yield of p-amido- 
diphenylamine (Rohde ^); the primary production cjf ciuinone 
probably prevents the formation of the azoxy-compound: 

/NO 2 /NHOH 

CeH/ ^CeH/ 

\NH—CeHs \NH—CelH 

/NH 2 

^NHCflHs 

Benzoyl-p-nitrodiphenylamine cannot yield a quinonedi- 


.NH 

ColUt 


NCeHj 


^ Ztschr. f. Elektrochemie 7, 320 (1900). 
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ijui{if>“flf‘rivat iv(‘. lipri/a)yLiHi55()xydi{)li(‘nyhiiuino a,s wc^ll us 

tlif a/aH‘cjniprmud an* laaicc* prodiuuul if u sa,|)()iiificaiion of 

till* lioiiznyl i^rcHip by tho froc aJkali is pr{^vcaiU*(l by n(Hitraliz-» 

with ac/otio acid, or if uiniuoiiiuiii is (‘juploy(‘(l in 

plaro of tlio soiiiiim a(*ot:if(* in tht^ oUhodi^ fluid. 

p-Nitrodiamidotriphenylmethane, on <‘l(‘(*trolyti(^ roduction 

in conron!rated stilphuric arid by a ni(‘(hod of ih(‘ (i(*s(dls(‘.hart 

fiir (1ic*in. Intlustric* in liasoP can l)c. conv(‘ri(‘d inlo |W*()san- 

iliue. dlif» inefhofl is of general ai)plic,aj)ilily: carbinok'S 

XII 2 fLIlj (knfljiLj result in th(‘ nniuction of nitro-kuic.o- 

bodies of the tvpe XO.j (VJLr d’llR 2 . fin th(‘se formula! ll 
ea (t) 

denotes aiaanatic' ra«iicals vvitii jmiuury, s<‘c.ondary, or t(‘rtia.ry 
ainifkegroiips, or with livdnmyLgroups.) 

llnis is forna^d p^nitrcebittcT-aliuond-oil-gnH!!! fnau ]Mu'lro- 
irirfif}teihyl{li(!(NiiifiirtfflirNijlniHhani*, 

liesides Ike menticaiefi products Hfa*ving as tlu^ stariing-|)oint, 

! iiere \vf i’f* also us«m ! iMii(r(Hli(titnd(M)-'(lit(dyl-‘t jhriUr(}t(ir(i-- 

(ihyt(li(imi(l(driphnifil’^tftethfim\ and ot }a*r analogous compounds. 

VIL Mtroaldthydw and Nitroketones. 

Nitrobenzaldehyde, Kaiifrnann and flof^ Hubj<‘e.t(‘d w- 
nilridfi^ftzfthlthtjde to rediietion in nlkaline-akadmlic solution and 
llstis olifuined m-a/.ol>f*n/.oic acid as tin* princi|)al product and 
imazoficaizyi aleolio! as a Hf»condary product. Hince* tlu^ yield 
of the laflf*r iHextreiiady sninll when c(?mpanHl with that of tin! 
foniier, till* nutliors asHuined thattliere occurnal n furtlH*r de¬ 
structive action of t lif* alkali on tin* i>rinan’ily formed nitrobemzyl 
alcohol in sii<‘h a way that H molcaniles of tin! ahadiol giv(‘ 1 
molecule ii;^o,xyf«*riy,yl alcohol ami *{ tmileculcs a/.oxybcnzoic 
acid. Tlif*se siihslanees are flam convcal.cMl by thc! furf.hc’r 
m*liori of tlie current itito the corresponding a/aocompoundj 
thus iiicmising considerabiy tin? cpiantity ratio of tja* |.)rinnu'ily 
foriried achl in caiiiiparisori witdi tla^ alcohol (h(*c,‘ p. 188). Ily 
{iiirsiiiiig this reliction further L(>1>'^ w^as led t,o a Hyntliesis of 
]riiixia,l iizocorniioimds; thew* will h* mentioned later. If 

~d .%t.g, 20,242 (isafpr™ 

* Zliclir. t EhMrmhmm S, dfiO 
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nitroaldehycles are reduced in sulphuric-acid solution, either 
the free aldehydephenylhydroxylamines, or their condensation 
products with unchanged nitroaldehyde, i.e., nitrobenzylidene- 
aldehyde-phenylhydroxylamines, arc formed, m- and p-Nitro- 
henzaldehyde were investigated. The formation of these bodies 
is expressed by the following equations: 


I. C 6 H 4 < +2H2 = C6H4< +H 2 O, 


yCRO /CHO 

"\n02 ^NHOH 

/CHO 

II. C6H4< -h0HCC6H4N02 = H20 

\NHOH 

/CHO 

-|-C6H4< /0\ 

\n-CHC6H4NO2. 


On further reduction the process can again repeat itself, so 
that similar higher molecular compounds are formed. The nitro- 
benzylidenealdehydophenylhydroxylamines are produced from 
the two mentioned aldehydes. If the p-nitrobenzaldehyde 
is reduced beyond the compound mentioned in the equation, 
the n-p-formylphenyl ether of p-azoxybenzaldoxime is formed 
(Always i), as shown in the following equations: 


/NO 2 /NO 2 

I. 2C6H4< -h4H=C6H4< 

\CHO \CH - NColHCHO, 

\0/ 

/NO 2 
II. 2C6H4C 

—NC 6 H 4 CHO+ 6 H 

\0/ 

/CH-—^NC6H4CH0 

C6H4< 

1 >0 -f-SHaO. 

.N/ 

CeHZ /0\ 

\CH—NC6H4CHO 

^ Ber. d. deutsch. chem, Gesellscli. 29, 3037 (1896); 36, 23 (1903); Ztschr 
f. Elektrochemie 3, 373 (1897). 
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In the reduction of aromatic nitroketones in concentrated 
sulphuric acid the normal reaction, i.e,, the formation of p- 
amiclophenol derivatives, occurs (Gattermann ^). 

m-Mtroacetophenone gives amidooxyacetophenone. 
m-Mtrobenzophenone and m-nitrophenyl-p-tolylketone give 
analogous bodies. 

In alkaline-alcoholic solution Elbs and Wogrinz^ obtained 
m-azoxy- and m-azoacetophenone from m-nitroacetophenone. 
The reduction to the hydrazophase was only partially successful. 

By using a copper cathode with addition of copper sulphate, 
in place of the previously employed nickel gauze cathode, a 
good yield of m-aminoacetophenone is obtained in sulphuric- 
acid solution; in alkaline solution a poor yield results. 

m-Nitrobenzophenone, on electrolysis in alkaline solution at 
ordinary temperature, gives an almost quantitative yield of 
Tu-azoxybenzopherione; when reduced at the boiling tempera¬ 
ture, a good yield of m-azobcnzophenone is obtained, while 
in sulphuric-acid solution m-aminobenzophcnone readily results. 
In the above processes the carbonyl group apparently does not 
participate in the reduction of the nitroketones. 

VIII. Nitrobenzenecarboxylic Acids. 

Nitrobenzoic Acids.—The m- and p-acids, by reduction in 
alkaline solution, are smoothly and almost quantitatively 
converted into the corresponding azo-acids, while the o-acid, 
according to Lob's ^ researches, under similar conditions yields 
o-azoxy- and o-hydrazobenzoic acid and complex blue decom¬ 
position products. This deportment is of particular interest 
because the o-acid also occupies an exclusive position in the 
chemical reduction, and similar experiences seem to repeat 
themselves with the nitrobenzenesulphonic acids (Gattermann ^). 
In dilute sulphuric acid Hostmann ^ converted o-nitro- 

^ Ber. d. deutsch. chem. Gesellsch. 29, 3034 (1896). 

2 Ztschr. f. Elektrochemie 9, 428 (1903). 

8 Ibid. 2, 532 (1896). 

* Ibid. 10, 581 (1904). 

»Chem. Ztg. 17, 1099 (1893). 
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benzoic acid into o-azo-, liydrazol)cnzoic‘ acid and unthrani 
acid. 

In concentrated sulpluiric, acid oyxanthranilic acid, 

(U 

CioIIa NH. m, 

Noil in) 

is i)roducc‘d by the* method (tf (iafterniann,* from (he oril 
acid; Idl •(i-aniidosalicylic acid is formed from (lie mcta-aci« 
p-NitrolK'iizoic acid, according to (’Icmcnt and Xo_\«- 
gives lli(‘ iHunidoplicnolsnli (horde acid when c-h'ct roly zeal 
very concamtrated sulplniric, acid. 

Thci a- and rn-nUrohemoic. cMcrs, cm electroly.‘«is, de{*» 
thwnselvc's like tlicr frc'c* ucirls fOattermann). The lafic'r 
tigator,^^ l)y prejraring tlie Iwnzylidene cnmiKajinl by (he mm 
method, provcal the; intcTinediate formation of flic* hydrnx 
andne {diase in the rc'dncfion of the m-ncid. 

The ex|)eriin<>ntH of Schall and Klein ^ concendng the for ff 
tion of nitrolH-nzene from o-nitrolK-nzoic acid are tjnite in(i r«- 
ing. Ifa solution of soda in molten o-nitrolK'iizoicacid fcrtidMO 
acid esca|)es daring (he solution prctcc's.s, .so ilmt a sohii j 
of the sodium salt in (lie acid itself is obtained] is eleclroivi? 
at 200° and at irlalinum eleetrcHles, relatively large <|nanfiJ 
of nitrobenzene are produced; at the sanw time a gas is evi*H 
<‘it the anode ((IC)^?). Ihiring an electrolysi.s lasting on«* 
two hours, with 0.8 to 1 amp., about 1 cc. was obtaineti, 'I 
exix'rimcnts were made with (he- ex|X‘ctation of limling: 
reaction among the aromatic acids similar to Ko11n‘’h. Alibsoi 
in the case of the aliphatic acids a lindt IiyilrrararlKm is 
by the union of two anions with sjjlitting off of cnrbr»i 
acid, for instance, 

2CH3CX)o»C2rr<,+2CX)s, 


'■ Ber. d. dcutach. chetn. Cfew-IlHch. 2«, IS.W 27,1932 (ISIM) 

»Am. Chem. Joum. 16, 611 (1894). 

’ Ber. d. deutftch. cliem. Omslluch. 29, 3040 (1896). 

* Ztschr. f. Elektrochemle 6, 2,‘;6 (1898). 
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.ill analosdusly funufd jirdduc.l, (Mlinitr(Hliph(‘iiyI, 

H.,{'()0 X( U( •„! _ (;<.II,,M( 4 2(X>2, 

foulii nnf be olitaincd from o-iiilrohciizoio acid. 

Till* follovviniJ: nilrohciizcni* cariioxylic acids (or tlicir esters' 
on reduction in concent rated sulpliuric acid, react in a normal 
manner: 

m-Nitro-p-toluic Acid.' Amidocresolinie acid is formed: 


Colin 


.COOH (1) 

(8) 

CHa (4)- 
UH (fi) 


The methy! and ethyl esters lodiavi* ana,lnp;ously. 

Nitrocumic Methyl and Ethyl Esters p:ive the correspondinfi: 
amidophi*ni»! (‘ster.s; 


Coila 


•(’fK)R CD 
(>2 f.'{) + I f 2—♦( lo11 n 

•CallT ('U 


CtOOR (1) 
x/NH2 (3) 
^(all? (4)' 
^OII (6) 


.VrTiaiejVNAMie Acias. 

Orthonitrocinnamic Acid.— This mihstance, liy reduction in 
concentrated sitlphiirie acid, is converted into the stilphat.c 
of ainidooxycinmitnic acid which, on lM*iiig heat.ed in hydrochloric 
acid, i.s in turn converted into oxycarliostyril. ddie methyl 
e.«ter,' under Hke conditions, iHihaves similarly. 

m-Nitrocinnamic Acid. 'I’liis acid, Irejitcd analogously, 
give.H ainiihK'ouniarin, which is jiroduced from the m-amido- 
oxycitinamic acid by a splitt ing off of water: 


ATI» ciicooi I 

NH/kJUi -IhO-^NIhCelUC I 

^ OH \ ^ /fX). 


* litr* i. cfcameii. ehmn. OemdlHclh 2$, 1851 (1898); 27 ^ 1985 (1894), 
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The ethyl ester h'ads 1o (he same emimarin-cither hv 
saponification of (lie nitro-esler before (lie roiluelion. or hy 
the splittinfi; off of alcohol from the interiacdiately fnriic ii 
aniidooxycinnainic; es((*r. 

NrruoniTTiAi.if’ Arn>.^. 

a-Nitrophthalic Acid was ('onv{‘rt(nl hy MIhs'^ lufllirwl 
azo-tind and hydrazophthalic arid; trarrs of «»amiiiojihliialir 
acid w(‘rr also prodiK*{‘d. 

/?-Nitrophthalic Acid India V(‘S similarly. 

Nitroisophthalic Acid. This sulistanc‘f% hv olcvlrolyl ir 
(luctiori in (jonrcaitratcMi sulpimrir arid, ac*rf»rclinp: f 

maun,^ is conviTtrd into the* sulpliatr cd {rxyamifloisn|ilil lialif* 
acid. NitrotorefMhalic arid giv(‘s an arnidooxyl c‘rc*pht haiir ariiL 

X rr Uf) a i :Nzr» n ma i, hh 

m-Nitrobenzonitrile ran hr rcmvrrtrd hy ICIhs* mot ia«|, 
dep(‘nding u|)on thr ronditions of tlir axporinioiii, nit hi*r wiiliini! 
saponification into m-azolxmzonitrilr, or with sajMaiifiralion iiitfi 
nHizoxylKUizarnido and ni-a/adnmzmiiidr. 

p-Nitrobenzonitrile giv(‘S unalopntsly uzih and azoxynifrilr 
or azo- and azoxylxmzainich*. 

IX. Ifitroben 2 (*nei«l phonic Acids. 

llioHf* sulphonir arkls whirh liavr thf* 8(');|II»groiiji in 
m-position to thc^ nitro-group, have hHm iinrfiriilarly iiivi'S- 
tigated. Uruha* the* ronditions rhosini liy Ixllis,’* tlioy yiidd 
univcrBally azo- aiuI Iiydrazo-l hmIiixs. TfiiiH niimlita:rtir^-^m’> 

sulphonic cuddj (Miitrotolmne-ih^ulp^^^ arid, p-aiindidiiriur^^^i^ 
sulphonic aedd arc* (*onv(*rt(*<l into tlir rrirri*8|ionilirig azf#- nr 
hydrazo-conifxjunds. 

p-Nitrobenzeaesulphonic Acid also l>i‘IiiiVf*s rtorni«*il!v on 
electrolytic reduction in slightly alkalirir* sriliiticiii at 
cathodes (Elbs and Wohlfahri^); it yiidds or Iiydrazti- 

^ Ztschr. f. 7, M3 (IfUMI). 

® Iter. d. drutmsh, dirm. Orndltieli. M, im2 CIMI3). 

® Ztschr. f. Elektrodiemif 7 , 143 

* Ibid. 7, 142 (1900). 

® Ibid. S, 789 (1^)2) 
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iicid. III !h‘‘ of tlH‘ o-!iitr(HUti(i, on th(‘ coutraT}^ the 

rfMluclioii is far from normal; (•ornpli(‘a,t(‘(l products and o- 
aiiiinosulphoiiir ari(i an* (diiafly produ(‘(‘d. 

p-Nitrotoluenesulphonic Acid. Tlic* (l(*s<‘llscliaft f. ('hcmi. 
Iiidustrii* of !»asf‘l ^ pn*jian‘.s orange* <ly(‘S by using as cathode* 
fluid till aJkalinc .s{»lutinii of tin* yc*llow coud(‘nsation |)roducts 
of p-iNtroiolurHcsnlplii^fiir acid, 

ClhrCnlU 

' S():dr 

frag, a mixture* of a/.oxystillicncdisulplionic «acid, azORtilbcne^ 
disuiplmnic acid, and dinilrostiI!K*nt‘disulphonic. acid], 11 ic 
n*ductioii. however, must not, be continu(*<l until amideecom- 

poniids result. 

Idlis and Kreniann- have lik<*wis(‘ inv<‘HtigaU‘<l Ilit* (‘I(*(‘tr<>- 
cheinical b«‘!iavior of the dye ‘*sun yellow’' forni(‘d in alk<alin(^ 
soliitio!! of the p-nitr(etcluc‘n(*Huli)honic acid, and found th(5 

following: 

1. “Sun yellenv” coriBists chiefly of |Hiz()xyHtilh(*n(‘disul- 
{)lionic a,eid. 

2, liCiiiiccd in alkaliin* solution it yiehl as end prodiid, 
lKi./id«i!iienedisuifdionic acid. 

M. ill ariel sohifion with addition of siannoUH chloride* then? 
are foriia^d fMiiafninostilhene*cliHulph<inic acid and 
dineHiilpiionic. acii!. 

1lio following limy be reinarkeai etoncerning tlic n‘due*.tion in 
aeiii solution: According to HausHcrnmnn/* mdanilic acid is 
siiiCMillily (ihtairicfl from m-ydtndmmmemlphfmw acid in eliluk? 
sulphuric acid; in concentratecl add 3d«ainieI(ipheta.)lHulph(Uiic 

acid resiiltH (Cjiitlertimtur^). 

o-HitrotoIuim-p-suIplioEic Acid gives similarly 2 - 4-r>mniiiio- 

cawflstilplioriic acteL 

' Kiig. Flit. No. 22482(1895). 

^ Zt^irlir. f. ElciklrcKjterrae ^,416 (I.90-3). 

»eiiciri. ZtK. 17, 209 (tHm), 

* Ilcr. <1. diem, (jemillm,!)!. 27, 19S8 (1804). 
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p-Dinitrostilbenedisulplionic Acid (according to Elb*"" 
Kremann^), like 'p-azostilhenesul'phonic acid, yields in 
solution p-azotoluenedisulphonic acid, while in acid ^ 
with the addition of stannous chloride the end-product 
diaminodibenzyldisulphonic acid. 

p-Dinitrodibenzyldisulphonic Acid yields in-alkaline s< ^ 
p-azodibenzyldisulphonic acid; in acid solution, in the pr* 
of stannous chloride, p-diaminodibenzyldisulphonic acid- 

X- other Reductions of Nitro-compounds. 

Lob ^ has utilized the possibility of conducting the recl^ ^ 
in alkaline solution up to the azo-phase for accomplisi i J 
direct electrosynthesis of mixed azo-bodies and azo-dyes. 

The components of the desired compounds are reda«*^ 
equimolecular proportions under conditions which make in * ’ 
the union of the two radicals during the azo-phase. By i * 
of this method azo-compounds in which the substituteii^ 
in any desirable position to the azo-bond, and which 
obtainable by the Griess method, can be prepared. 

Thus m-nitrobenzaldehyde, which in alkaline bc,# 1 
gives equal molecules^ of m-nitrobenzoic acid and m-nitroi * 
alcohol, yields as chief product m-m-azobenzoic-acid-l m * 
alcohol, 

m-COOHCeH^N = NC 6 H 4 CH 2 OH, 

and as secondary products m-azobenzoic acid and m-azcil^ 
alcohol. 

Kaufmann and Hof^ (p. 181) had subjected ni-nitr«# 
aldehyde to reduction in alkaline solution, but they cli^ 
observe the occurrence of the mixed azo-compound; they 1 
only the azo-alcohol and the azo-acid, and explained tlit * 
yield* of the former by the behavior of the m-nitrobenzyl 14 1 
towards alkalies, as shown in the equation: 


1 1 . c. 

2 Ber. d. deutsch. chem Gesellsch. 31,2201 (1898); Ztschr. 1 Elektrc^ 
16, 456 (1899). 

® Chem. Ztg. 20, 242 (1896). 
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/NO. 

8CoIl4< 

^Cll.oir 


><)/ />cv,m 


X;( )oii iio()(/ 




o' >(!«Il4-K)II.O. 


OH.OH i 1011.0 


Of tlif fjflifr hndit's {>r(‘[»nn‘il by 1/>I) ucc.onling to the 
priiKuplr iiK'iitKincd, the fdllowiiig may b(^ nobid; 
Azo-p-tolu(‘iic-iu-lH-n'/oic. acid, 

i.-oii;tO,in.jN N(’«H 40 oon-tii, 

is prepared from 'ji-nilrotoliit-tu' and m-nilrobc.nzoir. acid. 
in-m-SiilplioazolK-itzoic acal, 

m-SO.-,n(',in.iN • N(’oIUOOOFI-m, 


is obtained from nUrohenzcncsulphrynic acid and nifrohmzoic 
acid in a pure slate an<l in the form of the acid potasHium salt. 
The latter, which can hi cryntallized from alcohol, can bo 
obtained by neutralizing the elc'ctrolyte with hydrochloric 
acid and (ioneeiitraf ing the solution.* 

o-MethylazolK*nzene is fornieil from o-nitraUilume and nitro- 
henzem as a red r)ii lioiling at lKr)° 18X® at 28 m.rn. prcissure. 

lli(i mixed uzo-eompoundH are always formc‘d in company 
with tlui azo-d(!rivativeH of the comjioiKints, so that tluiir 
yi(ilds an; often not very favorabh*. 

lOlbs and Kei{K*r* have fourni that o-nitroazo-compounds 
are smoothly <’onverted into plumtriazoles by (ikictrochomical 


reduction in Hlighl.ly alkalirK* solution. 

C .N'NCelhOII 

1 +4n-2H2()-b 



‘ Recont exiiiTimcnls t»y van I'tmstcr, Ronn (HK)4). 
»Joiim. f. prakt. Cticmie 67, fiSO (1903). 
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There result from 

o-Nitroben 2 eneazophenol, phenolphentriazole; from 
o-Mtrobenzeneazosalicylic acid, salicylie-acid-phentriazole, 


N = NC6H3<^ 


OH 

COOH- 


NO2 



Ns 


W 


NC6H3<^ 


.OH 


COOH; 


and from 


o-Nitrobenzeneazo-a-napbthol, a-naphtholphentriazole: 



XI. Nitro-Derivatives of the Naphthalene, Anthracene, and 
Phenanthrene Series. 

Since only the nitro-group is subject to reduction by the 
cathodic action of the current on nitro-compounds, nothing 
new can here be added regarding the possible reduction phases. 
The conditions which with the benzene derivatives lead to 
certain stages, cannot always be directly apphed to these sub¬ 
stances; this is due to the influence which tjie whole molecule 
possesses over the reaction velocity of the separate processes. 
This deportment is especially shown by the nitro-derivatives of 
the anthracene series. Nevertheless, some of the more general 
conditions also obtain here; for instance, nitronaphthalene 
derivatives in acid electrolytes at attackable cathodes, accord¬ 
ing to the process of Boehringer & S6hne,i are also easily 
reduced to amines. Gattermann’s method has also been ser¬ 
viceable in the preparation of amidonaphthols. 

a-Nitronaphthalene,2 in aqueous acetone solution was re¬ 
duced by Voigt to nitrosostyrol besides a little naphthylamine. 
The latter is quantitatively obtained if a-nitronaphthalene is 

‘D. R. P. No. 116942 (1899); il7007 (1900) 

^ Ztsohr. f. amgew. Chranie (1894) 108. 
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reduced in a hydrochloric-acid electrolyte with an attackable 
cathode, or with addition of salts of the latter.^ 

a;i-Nitronaphthalene-a 3 -sulphomc acid was converted by 
Voigt 2 into hydrazonaphthalenesulphoiiic acid and some 
naphthylamine. Gattermann^ obtained by his method tde 
aminonaphtholsulphonic acid in a normal manner. Analogously 
behave 

ai-K'itronaplitlialene-/? 3 - and /94-sulphonic acids and the di- 
sulphonic acids {(^ 2 , /?;i, and /? 2 /? 4 ) of a-Nitronaphthalcne.'^ 

(a:ia 4 )Dinitronaphtlialene (according to a patent of the 
Badische Anilin- u. Sodafabrik) alone, or mixed with (a;]a 2 ) 
dinitronaphthalene, gives in concentrated sulphuric-acid solu¬ 
tion a product which, by heating with dilute acids, can-readily 
be converted into naphthazarin.® 

a\az- and aia 4 - Dinitronaphthalene, if reduced according 
to Tafel, in a mixture of acetic and sulphuric acid with prepared 
lead cathodes, gives the 1-5- and 1-8-naphthylenediamincs 
(Holier 

yNOs 

a:-Mtro-/?-naphthyl ethyl ether, CioH6<^ .—This naph- 

XlCalls 

thol ether, unlike the nitrophenol ethers, gives «-amido-;S-naph- 
thyl ethyl ether as end-produet of the alkaline reduction 
(Rhode 7). 

o-Nitroanthraquinone has been reduced by Holler ® in 
alcoholic-sulphuric acid and in sliglitly alkaline solution to o- 
amidoanthraquinone. By electrical oxidation in concentrated 
sulphuric acid there is formcal, according to Weizmann,® nitro- 
oxyanthraquinonc; with alternating currents alizarinamide was 
produced; and in the presemee of glycerin, mannit, etc., blues and 

‘ D. R. P. No. 11(5942 (IS99); 117007 (1900) 

^ Ztschr. f. angew. Ohemie, 1894, 108. 

® Ber. d. deutsch. chem. GeBellsch. 26, 1852 (1893). 

*1). R. .P. No. 81021 (1893). 

«D. R. P. No. 79400 (1894). 

® Elektrochem. Ztschr. 10, 199, 222 (1903-1904). 

^ Ztschr. f. Elektrochemie 7, 340 (1900). 

8 Ibid., 741, 797 (1901). 

® Fr. P. No. 265292 (1897). 
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green reduction products resulted. The action of the cathodic 
current on 

I • 2-Diiiitroanthraqumone and i • 5-Dinitroantliraqumone in 

a solution of glacial acetic acid with addition of sulphuric acid 
produces diamidoanthraquinones; ^ the yield, however, is poor. 
The employment of lead cathodes, as shown by Tafel, may 
perhaps increase the latter. 

According to experiments of the Badische Anilin- u. Soda- 
fabrik,^ a dinitroanthraquinone dissolved in fuming sulphuric 
acid is changed by electrolytic reduction to blue mordant dyes. 

Dinitroanthrarufindisulphonic Acid and Dinitrochrysazindi- 
sulphonic Acid. —These substances are easily reduced electrolyti- 
cally in sulphuric-acid solution to diamidoanthrarufindisul- 
phonic acid and diamidochrysazindisulphonic acid.^ 

9-Mtrophenanthrene has been converted by Schmidt and 
Strobel ^ into 9-azoxyphenanthrene by Elbs' process. 

2-Mtrophenaiithrenequinone in acid solution at lead cathodes 
gives 2-aniinophenanthrenequinone (Moller). 

2 • 7-Dinitroplieiiantlireiiequmone is converted in acid solution 
into 2 • 7-diamidophenanthrenequinone (M5ller). 

Xn. Mtroso- and Mtro-Derivatives of the Pyridine and QuinoHne 

Ser es. 

Nitrosopiperidine, on electrolytic reduction in sulphuric- 
acid solution (Ahrens ^), gives piperylhydrazine, piperidine, and 
ammonia; at the anode there are formed at the same time a 
diamine, C 10 H 18 N 2 , of the fatty acid series, and two isomeric 
amidovaleric acids, besides hydrochloric acid and piperidine. 
Under similar conditions 

Nitroso-a-pipecoline gives a-methylpiperylhydrazine, a- 
pipecohne and ammonia at the cathode, and at the anode a 

^ Elektrochem. Ztschr. 10, 199, 222 (1903-1904). 

2D. R. P. No. 92800, 92998 (1896). 

2 D. R. P. No. 105501 (1898). 

^ Ber. d. deutsch. chem. Gesellsch. 36, 2512 (1903). 

'Ztschr. f. Elektrochemie 2, 578 (1896); Ber. d. deutsch. Gesellsch 
30, 533 (1897); 31, 2272 (1898). 













THE ELECTROLYSIS OF AROMATIC COMPOUNDS. 193 


diamine and an amidocaproic acid. In the same manner the 
other nitroso-derivatives of homologous piperidines on elec-' 
trical reduction give corresponding piporylhydrazines. 

Ahrens and Sollmann ^ similarly prepared from 

Nitroso- 9 -pipecoline the ,^-pipecolylhydrazine; from 

Nitroso-^-pipecoline the T'-pipecolylhydrazine; from 

Nitroso-o^-a-lupetidine the a-a-dirnethylpiperylhydrazine; 
from 

Nitrosoaldehydecopellidine the aldehydecopellidinehydra- 
zine; and from 

Nitroso-s-trimethylpiperidine the s-trimethylpiperylhydra- 
zine. 

Nitrosotetrahydroquinoline. — Concerning tJtie experiments 
of Alirens and Widcra ^ on the oxidation of nitroso-derivativc^s 
of pyridine and quinoline there is yet to be mentioned the 
smooth conversion of nitrosotetrahydroquinoline into tetrahy- 
droquinoline. The nitroso-group is found as nitric acid in 
the anode fluid. 

4-Mtroquinoline and i-o-Nitroquinoline, reduced in con¬ 
centrated sulphuric acid, give 1.4-oxyamidoquinoline and 
1.4-amidooxyquinoline (Gattermann 3), 

4-Nitro-3-toluquinoline gives likewise a 4-amido-l-oxy- 
3-toluquinoline • 

a 

N OH N 

3. Amino-Derivatives. 

Aniline. —Rotondi ^ electrolyzed aniline in an ammoniaeal 
solution. After a period of three days, during which hydrogen 
was continually evolved at the negative pole and a tarry sub- 

^ Chem. Ztschr. 2, 414 (1903). 

^ Ber. d. deutsch. chem. Gesellsch. SI, 2276 (1898). 

" Ibid. 27, 1939 (1894). 

^ Jahreah, f. Chemie, 1884, 270. 
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stance was deposited at the positive pole, Rotondi interrupted 
the electrolysis and was able, with more or less certainty, to 
establish the following processes; 

1. The formation of diazo-compounds: 

CsHsNHaCHNOs) +HN02=CeHsNsNOs + 2 H 2 O. 

2. The formation of diazoamido-compounds: 

2 C 6 H 5 NH 2 +HNO 2 =C 6 H 5 N 2 NHC 6 H 5 + 2 H 2 O. 
C 6 H 5 N 2 NO 3 +CsHsNHa=CeHsFsNH • CeHs+ENO 3 . 

3. The formation of azo-compounds by direct oxidation of 
aniline; 

2C6H5NH2 +20 = 2H2O + C6HSN2C6H5. 

4. The formation of amicloazo-compounds by molecular 
rearrangement of diazoamido-compounds. The nitrous acid 
and nitric acid were oxidation products of the ammonia which 
was added. 

C. F. Boehringer & Sohne add a manganese salt to the 
electrolyte ^ in the presence of a strongly dissociating acid and 
thus smoothly oxidize aniline to quinone. 

The fact that aromatic amines are often directly convertible 
by oxidation into dyes, early directed attention to the elec¬ 
trolytic oxidation of amines for the direct preparation of dyes. 
The investigations of Goppelsroder,^ which wc're carried out 
some time ago, have primarily this end in view. 

Goppelsroder'^has compiled the technical results in a small 
pamphlet: " Farbelektrochemische Mitteilungen” (Miililhausen, 
1889). They may he briefly mentioned here. 

If a galvanic ciurent is conducted through acid or neutral 
aqueous solutions of aniline, there is formed at the positive 

> D. R. P. No. H7129 (1900). 

2 Dringler, Polytechn. Joum. 221, 75; 223, 317, 634; 234, 92, 209 (1876)- 
1877). Cf. also: Concerning the Preparation of Dyes, and their Simul¬ 
taneous Formation and Fixation in the Fibers with the Aid of Electrolysis, 
Goppelsroder, Reichenberg, 1885. 
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pole, besides other coloring matters, aniline black, C24H21N4CI. 
Under similar conditions dyes are obtained at the positive pole 
from the salts of toluidine, meMylaniline, diphenylamine, di- 
tolylamine, and phenyltolylamine. 

On electrolysis of a mixture of anthraquinone and caustic 
potash Goppelsroder obtained alizarine. 

The numerous experiments which led to the formation of 
dyes at the anode, when aniline, toluidine, mcthylaniline, 
diphenylamine, 7nethyldiphenylaviine and na'phihylamine or their 
salts were electrolyzed, have, however, not been scientifically 
investigated and, hence, still remain unsolved. The same 
holds true of Goppelsroder’s investigations concerning the oxi¬ 
dation of phenol and anthraquinone. The most important dis¬ 
covery is the fact that aniline salts smoothly yield aniline black 
at the anode; the naphthylamine salts give naphthylamine- 
violet.i 

Voigt,2 by the electrolytic oxidation of suitable mixtures 
of bases, prepared rosaniline, chrysaniline, safranine, and p- 
leucaniline. His object in these researches was the same as 
that of Goppelsroder; namely, the preparation directly in the 
bath of the important dyes of the aniline series. 

^ The following literary data will servo as a guide: 

Research 1.* Preparation of aniline black. 

Research 2.t B'lectrolysis of aniline with excess of aniline. 

Electrolysis of toluidine. 

Electrolysis of mixtures of aniline with toluidine isomers. 

Research S.J Electrolysis of aniline and toluidine salts in the presence 
of potassium nitrate, nitrite, or chlorate in aqueous solution. 

Research 4.§ Electrolysis of the salts of mcthylaniline. 

Electrolysis of the salts of diphenylamine. 

Electrolysis of the salts of methyldiphenylamine. 

Electrolysis of phenol. 

Electrolysis of the salts of naphthylamine. 

Research 5. |1 Conversion of anthraquinone into alizarine by the elec¬ 
trolysis of a mixture of anthraquinone and potassium hydroxide. 

2 Ztsch. f. angew. Chemie, 1894, p. 107. 

♦Dingier, Polytechm. Jotim. 221f 75 (1676). 

if Ibid. 233, 317 (1877). 

tlbid. 223, 634 (1877). 

§ Ibid. 224, 92 (1877). 

U Ibid. 224, 209 (1877). * 
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If electrolytic oxygcR is permitted, to upon, miiline in. 
concentrated acetic-acid solution, acetanilide is formed (Voigt), 
by using a dilute solution, however, amidohydroquinone is 
obtained. 

These investigations have not been satisfactorily concluded, 
which is also the case with those of Foelsing,^ who, by the 
oxidation of p-phenylenediamine and benzene-p-phenylene- 
diamine, obtained indigo-blue dyes. 

According to Lob^s^ experiments (see p. 176) by electro¬ 
lytic reduction of nitro-compounds in a solution of fuming 
hydrochloric acid in an excess of an aromatic amine, induline-like 
dyes—not identical with the known induline dyes—are obtained. 
Szarvasy,^ however, by anodic electrolysis of molten aniline"" 
hydrochloride, obtained electrolytically the indulines themselves. 
If a mixture of aniline and anihne hydrochloride is electrolyzed 
at 70^-90°, there is obtained a rich yield of azophenine, the 
known intermediate product of the indulines. By electrolysis 
of the pure molten salt at about 150^-300®, induline, anilidoindu- 
line, and induline 6 B, besides the intermediate products of the 
induline formation, could be detected as products of the anodic 
oxidation. The oxidizing agent in these processes, which were 
carried out without an oxygen-containing electrolyte, was 
chlorine, which probably first produces azo-compounds that 
react further in the molten mass with aniline hydrochloride. 

The interesting research of Votocek, Zenisek ^ and Sebor ^ 
may also be referred to in this connection. This permits the 
Sandmeyer-Gattermann reaction (substitution of the diazo-group 
by chlorine and bromine) to be carried out electroljrtically. For 
this purpose the diazotized solution of the amine is electrolyzed 
—for instance 50 g. aniline, 120 g. HCl, 38.5 g. NaN02—between 
copper electrodes with addition of cuprous chloride or copper 
sulphate. At the end of the experiment (ceasing of the nitrogen 

* Ztschr. f. Elektrochemie 2, 30 (1895). 

* Ibid. 6, 441 (1900). 

»Ibid. 6, 403 (1900). 

< Ibid. 5, 485 (1899). 

‘ Ibid. 7, 877 (1901). 
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evolution) 64% chlorbenzene and 10% azobenzene could be 
isolated. This process could be used successfully for obtaining 
brombenzene by addition of copper sulphate and potassium 
bromide, also for p-chlortoluene and /?-chlornaphthalene. The 
method is not applicable for preparing fluorbenzene and 
a-chlornaphthalene. 

The direct diazotization and preparation of azo-dyes in one 
electrochemical process was discovered by Lob.^ Ilis method— 
an anodic process—is based on the following principle: 

As is well known, azo-dyes are generally pre.pared by diazo- 
tizing the amine in acid solution or suspension at a low tempera¬ 
ture and then bringing together the diazotized solution with the 
usually alkaline solution of the components to be joined. 

The same effect can be reached electrochemically, if amine, 
nitrite, and the coupling components of the compound desired are 
simultaneously exposed in a neutral or sometimes alkaline 
electrolyte to the anodic action of the current at an unattackablc 
electrode. 

The first stage of the process consists undoubtedly in the 
action of the discharged NO 2 ions on the amine, as shown in the 
equation 

RNH 2 -f NO 2 RN = NOH + OH. 

However, if an amine alone is subjected to the anodic current 
action in the presence of the nitrite, complicated products 
result; besides the action of the NO 2 ions upon the amido-group 
and the typical decomposition of the diazo-body by the electro¬ 
lyte, substitution and oxidation processes seem to occur. 

It is therefore necessary to add components to the electrolyte 
already before the electrolysis, which react so rapidly with the 
intermediately occurring diazo-bodies that the latter is with¬ 
drawn from the other disturbing influences. 

Phenols are particularly suited as addition substances for 
fixing the diazo-bodies. Experiments have shown that the 
coupling of the diazo-compound with the acid component takes 


1 Ztschr. f. Elektroclxemie lOt, 237 (1904). 
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place much more rapidly than its decomposition by the men¬ 
tioned influences. In the presence of phenols the formation, of 
the azo-dyes can therefore be made the predominating one. It 
is very evident that in this process amines are not applicable as 
components for coupling purposes^ because they are themselves 
subject to the action of the nitrite ions, and other complicated 
reactions. 

The experiments are generally conducted by putting the 
aqueous solution, or suspension, of amine, coupling component— 
preferably in the form of a soluble salt—and nitrite, in equi- 
molecular proportions, in the anode chamber, which is suitably 
separated from the cathode chamber by a diaphragm. Platinum 
is the best anode material; any suitable metal can serve as 
cathode. The current conditions chosen may vary greatly—^from 
50-600 amp. per square meter of anode surface. It is very 
important that the anode fluid be stirred during the whole 
experiment. 

An increase in temperature is sometimes beneficial, but is 
generally unfavorable for the yield and purity of the dyes. 
An artificial lowering of the' temperature, which is necessary 
for the chemical diazotizing process, is never required. Several 
examples are classified in the following table: 


Anode 
solutions; 

Sodium 

Sulphanilate 

/?-Naphthol 

Sodium 

Nitrite 

Water 

Benzidine 

Naphthion- 

ate 

Sodium 

Nitrite 

Water 

Sodium 

Hydroxide 

Dianisidine 

^“Naphthol 

Sodium 

Nitrite 

Water 

Benzidine 

Sodium 

Salicylate 

Sodium 

Nitrite 

Water 

Sodium 

1.4-Naphthyl- 

aminesul- 

phonate. 

/?-Naphthol 

Sodium 

Nitrite 

Water 

Results: 

Orange II 

Congo 

1 

Dianisidine- 

blue 

Chrvsamine 
“ G 

Rocceline 


Dunethylaniline, electrolyzed in sulphuric-acid solution at 
platinum electrodes in the presence of some chromic acid, gives 
tetramethylbenzidine. In this case the oxidizer is chromic 
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acid; the current action consists only in the co^ltinna-t'iroi.. 
generation of the latter (Lob^). 

Triamidotriphenylmethane.—The Farbwerken vorm. Meister, 
Lucius, & Bruning,^ by electrolytically oxidizing those sub¬ 
stances which are formed in the treatment of the hydro¬ 
chloric-acid salts of homologues of triamidotriphenylmethane 
with fuming sulphuric acid in the presence or absence of sul¬ 
phur, succeeded in preparing blue, basic triphenylmethane 
dyes. 


4. Phenols. 

Phenol.—Bunge,3 Bartoli and Papasoli ^ submitted phenol 
to the action of the electric current. Bunge observed that the 
decomposition of potassium phenolate was analogous to that 
of an acid or a salt; the potassium phenolate was split up into 
K (cation) and CeHsO (anion), the latter combining with 
water to form phenol, with the liberation of oxygen. Bartoli 
and Papasogli, on electrolyzing solutions of phenol in potas¬ 
sium and sodium hydroxide, and using electrodes of coke, 
graphite, and platinum, obtained an acid having the com¬ 
position C 7 H 6 O 4 , which melted at 93°, reduced ammoniacal 
silver solution and Fehling^s solution on being heated, and 
when in aqueous solution was not precipitated by acids. When, 
however, retort coke was used as the positive electrode, an 
extensive decomposition of the phenol occurred and a resin 
was formed. 

On subjecting a neutral potassium phenolate solution to the 
action of the electric current they were able to isolate a com¬ 
pound, C 65 H 48 O 22 , soluble in alkali and precipitated from such 
solutions by mineral acids. This latter compound on being 
oxidized with nitric acid formed picric acid. When allowed 
to remain in solution in the presence of dilute acids for a pro- 


^ Ztschr. f. Elektrochemie 7, 603 (1901). 

2 D. R. P. No. 100556 (1897). 

® Ber. d. deutsch. chem. GeseUsch. 3, 296 (1870). 
^Gazz. chim. 14, 103 (1884). 
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longed period, it underwent decomposition according to the 
following equation: 

C65H48O22 + H2O = C44H30O15 + C2iH2o08. 

* The electrolysis of neutral sodium-phenolate solution gave 
an acid having the formula C29H20O8, which likewise is decom¬ 
posed on boiling with dilute acids: 


C29H20O8—C17H10O5 + C12H10O3. 


The compound C12H10O3 is soluble in alcohol, melts at 75 °, 
and is isomeric with the hydroquinone ether obtained by 
Etard from chlorchromie acid and phenol. It has tne com¬ 
position 




The relations which exist between the potential and the 
pressure with which a discharged ion, like chlorine, bromine, 
or iodine reacts with phenol nave been determined by Zehr- 
lant 1 with the following results: 

The substitution of chlorine in phenol in dilute acid solution 
does not take place, nor does that of bromine, since the oxida¬ 
tion begins earlier, at a lower potential, than the halogen 
discharge. Iodine also does not act on phenol in acid solution. 
A bromination can, however, be obtained if, on the one hand, 
the potential for the beginning of the oxidation is raised by 
decreasing the oxygen- or hydroxyl-ionic concentration; on 
tne other hand, the discharge potential of bromine is lowered 
by increasing the bromine concentration, i.e., if concentrated 
hydrobromic acid (multiple normal) is employed, bromination 
occurs. 

Thymol.—In alkaline solution halogen substitution takes 
place very rapidly with phenols. This fact has led to the 


^Ztschr. f. Elektrochemie 7, 501 (1901). 
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electrolytic preparation of dithymoldiiodidc, the antiseptic 
aristol, as made by Messingcr and VortniannMjy the electrolysis 
of an alkaline solution of thymol with the addition of i)otassium 
iodide. 

Directions for the preparation of a whole series of iodides of 
phenols are mentioned in the same patent papers; e.g., from 
3-naphthol, 'phenol, renordn, acdicylic acid, crenolinic acid, cari'a- 
crol, p-isobulylphenol, o-in-p-ifiobulylcre.^ol, etc. 

Nosophen, a tetraiodophenolphtlialci'n, from i)hcnolphtha- 
lein (Classen and Lob ^), is obtained in like manner. 

With these methods of prejiaration there corresponds a simi¬ 
lar process, which the Societe chimique dcs usiiies du lihbne anc. 
Gilliard, Monnet et Cartier patented in Germany,-'^ for tlu^ el(^c- 
trolytic preparation of eosine and other halogen derivativcis of the 
fluorescein group. The solutions of the fluore.sceins in alkali- 
hydroxide or in alkali-carbonate solution serve as anode fluids. 
The halogens, such as chlorine or })romin(!, are introduced into 
the anode comi)artment, whereby salts of the halogen acids 
form and simultanc^ous halogeiiation of the fluor(!S(“.(!jns oc.curs. 

Since the salts are again deconi];)osed by the (uirrent, with 
splitting off of the halogen, wliich in turn reacts on tlu; fluorcis- 
ceins, the quantitative—very imf)ortant for bromines and iodine 
—utilization of the hakjgen can take place. The well-known 
eosins are said to be obtained in excellent yields and in a high 
state of purity. 

Phenyhnercaptan. —Bunge,who had obtaine.d ethyldi- 
sulphide from ethyl mercaptan (see p. 65 ), also invcistagatcid 
phenylmercaptan. Phenyldisuli)hido, (CoH5)2S2, was formed 
from phenylmercaptan at the positive pole. 

Hydroquinone.—If an acid hydroquinone solution with 
addition of a manganese salt, according to the procciss of C. F. 
Boehringer & Sohne,® is electrolyzed, quinone is smoothly pro- 

»D. R. P. No. 64405 (1891). 

2 Ber. d. deutsch. chem. Gcsellsch. 28, 1603 (1895). 

^ D. R. P. No. 108838 (1899). 

*Ber d. deutsch. chem. GcBcllsch. 3, 911 (1870). 

R. P. No. 117129 (1900). 
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dueed. But if a weak sulphuric-acid solution without addition 
is electrolyzed, qoinonehydrone is precipitated at the anode 
{Liebmann^). 

Resorcin. —^Alefeld and Vaubel,^ by electrolytic oxidation, 
have obtained dyes of different shades from resorcin and other 
hydroxyl derivatives of the aromatic series, such as gallic acid, 
tannic acid, fluoresceins and eosins. An investigation of the 
dyes was not made. 

Pyrogallol (pyrogallic acid).—^According to A. G. Perkin 
and F. M. Perkin,^ purpurogallin Ci iHgOs, can readily be ob¬ 
tained by electrochemical oxidation of pyrogallol in dilute 
sulphuric acid with addition of sodium sulphate at a platinum- 
iridium anode. 

Gallic Acid behaves likewise. Purpurogallincarboxylic 
acid, C11H7O5COOH, is probably obtained. 

Eugenol.—^The firm v. Hey den Nchfg.^ obtains vanillin elec- 
trolytically from eugenol. The latter is rearranged by alkalies 
into isoeugenol and then, oxidized electrolytically in alkaline 
solution: 

/OH /OH 

CeHsf OCH3 ^ CcHseOCHs 

NcHsCH=CH2 \CH = CHCH3 

Eugenol Isoeagenol 

/OH /OH 

CsHaeOCHs + 30 ^ CeHs^OCHg -hCHaCOOH. 

\CH = CHCH3 \cho 

Isoeugen ol V' an illiii 


5, Alcohols, Aldehydes, Kijtones, and Quinones. 

These classes of bodies, owing to their peculiarity in being 
both reducible and oxidizable, present many interesting phe¬ 
nomena respecting their electrolytic behavior. Since erery 


‘ Ztschr. f. Blektrochemie 2,497 (1896). 

* Chein. Ztg. 22, 297 (1898). 

* Proceed. Chem. Soc. 19, 58 (1903). 

*D. R. P. No. 92007 (1895). 
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electrolytic cell performs both functions at both electrodes, the 
problem presents itself to apply both of these effects of the 
current to one and the same substance. We shall see that this 
possibility has actually been realized in individual cases. 

Salicin, saligenin-glucose, by the action of the enzymes 
ptyalin and emulsion, is known to split up into glucose and 
saligenin (i.e. o-oxybenzyl, e.g. salicyl alcohol). On boiling with 
dilute acids the same decomposition occurs, but saligenin is res- 
inified to saliretin. Tichanowitz ^ and Hostmann ^ fomid that 
salicin on electrolysis splits up into glucose and salicyl alcohol, 
the latter being partially oxidized to salicylic aldehyde and 
salicylic acid. 

Benzaldehyde. —Kauffmann,^ by electrolyzing benzaldehyde 
in a 12-15% solution of potassium bisulphite, obtained at 
the cathode a mixture of hydrobenzoin and isohydrobenzion. 
According to his statements,^ an alcoholic solution of sodium 
hydroxide is more suitable for the reaction than the aqueous 
solution of bisulphite. Other aldehydes and ketones show a 
behavior similar to that of benzaldehyde, as will be explained 
imder the individual substances. 

Tafel and Pfeffermann ^ have discovered a useful method 
for preparing amines. They electrolytically 'reduce oximes 
and phenylhydrazones in sulphuric-acid solution. Thus 

Benzylidenephenylhydrazone, the condensation product of 
benzaldehyde and phenylhydrazine, gives 43 per cent, of the 
theoretical yield of benzylamine, besides some aniline: 


CfiHsCH =NNHC 6 H 5 + 4 H CeHsCHsNHs+C6H5NH2. 

Benialdoxime, by reduction, is split up, yielding 69 per cent- 
of the theoretically possible quantity of benzylamine: 

CeHsCH = NOH+ 4 H C6H5CH2NH2 +H2O. 


1 Chem. Centralb- 613 (1861). 

"Chem. Ztg. 17,1099 (1893). 

^ Ztschr. f. Elektrochemie 2, 365 (1891) 

* Ibid. 4, 461 (1898). 

® Ler. d. deutsch. chem. Gesellsch. 35,1510 (1902). 
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Salicylaldehydephenylliydrazone, by electrolytical oxidation 
in alkaline solution at a platinum anode can be converted into 
salicyl-a-osazone (Biltz *). 

2OHC6H4CH = NNHCeHs + 0 

OHC6H4C—CC6H4OH 

II II +H2O. 

C5H5HNN NNHCeHs 

Acetophenone, CeHs-CO CHs.—Acetophenone yields aceto- 
phenonepinacone, 

CeHsv /CeHs 

>C(OH)C(OH)< 

CH3/ ^CHs 

if reduced in alcoholic sodium hydroxide (Kauffmann 2). Elbs 
and Brand® employed an alcoholic-alkaline solution and lead 
cathodes; electrolyzing at the boiling temperature, they also 
obtained acetophenonepinacone and a moderate yield of methyl- 
phenyl carbinoi: 

C6H5CH(0H)CH3. 

In sulphuric-acid solution and at lead cathodes the same sub¬ 
stances are produced in almost equal yields. 

Acetophenoneoxime, investigated by Tafel and Pfeffer- 
mann^ in the same way as benzaldoxime, gives phenylethyl- 
amine sulphate; 

CeHss^ CeHsv 

>C=NOH+ 4 H-^ >CHNH 2 +H 20 . 

CB/ CH3/ 

Benzophenone, on being reduced in alkaline solution at lead 
cathodes (Elbs and Brand®), gives benzhydrol almost quanti¬ 
tatively, 

1 Lieb. Ani. 305,167 (1899). 

^ Ztschr. f. Elektrochemie 4, 461 (1898). 

> Ibid. 8, 784 (1902). 
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CHOH, 


while in sulphuric-acid solution the reduction becomes more 
complicated. If the warm solution is electrolyzed with a rnod- 
erate current density, there occurs as chief product /3-benz- 
pinacoline, which is to be regarded as a molecular rearrange¬ 
ment product of the primarily formed benzophenonepinacone 
with splitting off of water: 


C(OH)—C(OH)< 


^CCOCeHs-l-HsO. 


With a very small current density and at a low temperature 
(0°-2°) the yield of /?-benzpinacoline is trifling, benzhydrol and 
diphenyl methane being chiefly produced. 

If the alcohol and sulphuric acid are replaced by acetone 
and phosphoric acid respectively, and the electrolysis is carried 
out with a high current density and with a warm solution, 
there will be formed, by the action of phosphoric acid with 
simultaneoas splitting off of water, ct-benzpinacoline, the re¬ 
arrangement product of benzophenonepinacone: 


CoHsx /CeHs CeHs 

>C(OH)—C(OH)< 

CoHs/ ■ CeHs 


0\ /CeHs 




'CeHs. 


Benzophenoneoxime .—^This substance, on electrolysis in a 
60 % sulphuric acid at lead and mercury electrodes—the latter be¬ 
ing preferred on account of the difficultly soluble sulphate which 
i^3 formed—^is reduced to benzhydrylamine (Tafel and Pfeffer- 
maim : 

CeHsv CeHsv 

>C -NOH + 4 H >CHNH2+H2O. 

C6H5/ CeHs/ 

Elbs and Brand ^ also investigated the following ketones: 
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Phenyl-p-tolylketone, by alkaline reduction, gives almost 
quantitatively phenyl-p-tolylcarbinol: 

C6H5CHOHC6H4CH3. 

The same product, together with phenyl-p-tolylpinacone, 
is produced in sulphuric-acid solution at a low current density 
and temperature. With a higher current density and tempera¬ 
ture the formation of carbinol is trifling, and a good yield of 
phenyltolylpinacone is obtained: 

CeHs-CTOCeH^CHs 

C6H5-C(0H)C6H4CH3. 


Phenyl-m-xylylketone. —^The reaction product of the alka¬ 
line reduction is a liquid modification of phenyl-m-xylylcarbinol; 
but in sulphuric-acid-acetone solution at the boiling temperature 
phenyl-m-xylylpinacone is obtained. The yield of the latter is 
40-50 per cent, of that theoretically possible. 

Phenyl-a-naphthylketone. —satisfactory yield of phenyl- 
a-naphthylcarbinol is obtained in alkaline electrolytes; in acid 
solution only phenyl-a-naphthyl-/?-pinacoline, 

CCOCeHs, 

CioH/ 



results. This is due to the fact that phenylnaphthylpinacone is 
very sensitive towards acids; thus only its conversion product is 
obtained above. 

The same is true in acid solution of 

p-Ethoxybenzophenone, which yields p-ethoxybenz-^-pina- 
coline: 


CeHsx 

C2H60C6H4-^C0C6H5. 

C2H6OC6H4/ 
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p-Oxybenzophenone. —While this ketone is not reducible in 
alkaline electrolytes, the normal reduction product, p-oxybenz- 
pinacone, is produced in alcoholic-sulphuric acid: 

C6H5C(0H)C6H40H 

C6H5C(0H)C6H40H. 

p-Oxybenzophenonebenzoate. —This substance is reduced to 
the carbinol in sodium-acetate solution. To prevent saponifica¬ 
tion during reduction, the free alkali must be continually neu¬ 
tralized with acetic acid. 

Phthalyl-p-aminobenzophenone. —This compound, by reduc¬ 
tion in sulphuric-acid solution, gives a poor yield of pinacone. 

Elbs and Brand sum up the results of their investigation as 
follows: 

1. The electrochemical reduction of ketones in alkaline 
solution at lead cathodes gives the same products as the chemical 
reduction with sodium, amalgafn or with zinc dust and alkali; 
the process is in many cases suitable for the preparation of 
benzhydrols, 

2. The electrochemical reduction of ketones in acid solution 
(dilute sulphuric or phosphoric acid) at lead cathodes leads to 
pinacones; if these are sensitive towards acids, the corresponding 
a or ^ pinacolines are obtained in their stead. For this reason 
the electrochemical process is not so generally applicable for the 
preparation of aromatic pinacones as the method employing 
glacial acetic acid and zinc dust, which has been worked out by 
Elbs and Schmidt;^ but the electrochemical reduction is more 
energetic than that with zinc dust and glacial acetic acid. 
Fatty ketones are reduced like the aromatic ketones, with the 
difference that fatty and fatty-aromatic ketones give simul¬ 
taneously alcohols and pinacones, whereas pure aromatic ketones 
yield chiefly only pinacones. 

Tetramethyldiamidobenzophenone, Michler^s ketone, accord¬ 
ing to Kauffmann,^ when electrolytically reduced in alcoholic 


^ Joum. f. prakt. Chem, 61, 591 (1895), 

2 Ztschr. f. Elektrochemie 4, 461 (1898), 
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sodium-hydroxide solution, gives the corresponding benzhydrol: 


/C6H4N(CH3)2 /C6H4N(CH3)2 

CO< +2H=CHOH 

\C6H4N(CH3)2 \C6H4N(CH3)2 


Elbs and Brand ^ obtained the same result. 

^Escherich and Moest ^ made an extensive investigation mth 
the object of preparing electrolytieally tetra-alkylated diamido- 
benzhydrols. They discovered that, by observing certain 
experimental conditions, the reduction can at will be directed to 
the hydrol or the pinacone. This is particularly true with 
Michler’s ketone. We can thus obtain chiefly pinacone, for 
instance, by employing copper cathodes in a dilute sulphuric- 
acid solution; nickel cathodes, under the same conditions, yield 
about equal quantities of pinacone and hydrol, wnile by using 
lead cathodes and mercury cathodes, hydrol is chiefly produced. 
Moreover, the pinacone reaction occurs the more easily the more 
concentrated the solution is of the acid. Because of the resisti¬ 
bility of the resulting reduction products towards anodic oxygen, 
separate electrode chambers are not required. 

Since 

Tetramethyldiamidodiphenylmethane, 

(CH3)2NC6H4N 

>CH2, 

(CH3)2NC6H4/ 

on electrolytic oxidation in dilute sulphuric acid at a lead 
anode also readily yields the hydrol, the oxidizing action of the 
current can also be employed, besides the reducing action, 
in the preparation of the hydrol, if a mixture of tetra- 
methyldiamidodiphenylmethane and tetramethyldiamidobenzo- 
phenone in molecular proportion is electrolyzed. Escherich 
and Moest actually obtained a very good yield of the hydrol, 
—^without an evolution of gas,—^at the cathode and anode. 

Dibenzylketone. —^Elbs and Brand® have published a short 

^ Ztschr. f. Elektrochemie 8, 786 (1902). 

2 Ibid. 8, 849 (1902); D. R. P. No. 133896 (1901). 

* Ztschr. f. Elektrochemie 8, 784 (1902). 
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note on this substance. The reduction seems to take place 
hke that of other ketones; but the nature of the oily reaction- 
product was not determined. 

Benzile. —The aromatic diketone benzile, CeHsCO-CO-CeHs, 
gives peculiar results (Kauffmann ^). By reduction in an alka¬ 
line alcoholic solution a whole series of bodies is formed^ i.e., 
benzoic acid, benzihc acid, tetraphenylerythrite: 

CeHsCHOH 

1 

CsHsCOH 

C28H26O4 = I 

CeHsCOH 

CeHsCHOH, 

and a substance, C28H26O3, containing one less atom of oxygen, 
which has probably the constitution 

CeHsCHOH 

CeHs-COH 

CeHsCH 

Cells-CHOH. 

Tetraphenylerythrite is also formed by the direct reduction of 
benzoin. 

Benzoin.—Benzile, by reduction in dilute alcoholic sodium 
hydroxide and in alcoholic sulphuric acid, according to James,^ 
can inversely be converted into benzoin. Oxidation of benzoin 
in alkaline and sulphuric-acid solution gives a poor yield of ben¬ 
zoic acid. In alcoholic hydrochloric acid, especially at a high 
current density, benzile is formed. 

Anthraquinone.—^The first researches concerning the elec¬ 
trolysis of this substance were made by Goppelsrbder (see p. 
194 ), who, by suspending anthraquinine in potassium hydroxide. 


^ Ztschr. f. Elektrochemie 4, 461 (1898). 
2 Joum. Am. Chem. Soc. 21, 889 (1899). 


210 ELECTROCHEMISTRY OP ORGAx'IIC COMPOUNDS. 

suspected reduction products, such as oxyanthranol or hydro- 
anthroquinone, among the substances deposited on the cathode 
electrode. If the current is sent through a mixture of anthra- 
quinone and molten alkali, oxyanthraquinone first, then alizarate, 
and then purpurate, is supposed to be formed. These experiments, 
however, require to be repeated with greater exactitude. 

According to Weizmann,i anthraquinone, dissolved in concen¬ 
trated sidphuric acid, is converted by electrolytic oxidation 
into monoxy- dioxy-, and trioxyanthraquinone. An addition 
of oxalic acid to the sulphuric acid is suitable for obtaining 
dioxyanthraquinone. A nitrooxyanthraquinone, which is con¬ 
vertible by electrical reduction into amidoalizarin, is similarly 
obtained from mononitroanthraquinone? The amidoalizarin can 
be directly obtained from nitroanthraquinone if its solution is 
electrolyzed with an alternating current. The sulphonic-acid 
derivatives of anthraquinone behave like anthraquinone. 

The phenomena occurring with these oxidations were later 
more accurately investigated by Perlin.^ From anthraquinone 
in 92 % sulphuric acid 90 to 96 % dioxyanthraquinones and a 
small quantity of monoanthraquinones were obtained. Besides 
a- and /?-monooxyanthraquinone, quinizarin, alizarin, and pur- 
purin could be isolated. If the anthraquinone-sulphuric acid 
solution is employed as cathode fluid, anthranols, anthrones, 
and hydroanthranols are formed. If the sulphuric-acid con¬ 
centration of the anode solution is increased, there are formed 
sulphurated oxyanthraquinones. 

a-Moncmitroanthraquinone, under like conditions, gives a 
nitrooxyanthraquinone besides a mixture of di- and trioxyan¬ 
thraquinone. 

Dibrcmanthraquinone gives violet crystals, perhaps a tetni- 
oxydibromanthraquinone. 

Phenanthrenequinone, according to Perlin, is electrolytieally 
oxidized in concentrated sulphuric-acid solution to a mixture 
of mono- and trioxyphenanthrenequinone. 


' P. P. No. 265291 (1897). 

* F. P. No. 265292 (1897). 
*Diss. Berlin, March, 1899. 
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All these oxidation processes illustrate the possibility already 
mentioned (p. 132) of introducing oxygen electrolytically into 
the benzene nucleus. 


6. Acids. 

The electrolysis of aromatic acids by no means offers results 
which are comparable to those obtained by the electrolysis 
of aliphatic acids. In so far as the aromatic acids, or their 
salts, act as electrolytes, a regeneration of the acid from the 
anion RCOO and water, with evolution of oxygen, occurs 
almost exclusively. A splitting off of carbonic acid, which 
makes possible the manifold reactions of aliphatic acids, almost 
never occurs here. The results obtained with aromatic acids 
are, therefore, only of a more general interest so far as the 
acids, by substitutions in the benzene nucleus, can act as 
cathodic or anodic depolarizers, and can in this way exert 
reduction and oxidation effects. 

Benzoic Acid.—Benzoic acid and its salts wore examined 
by several i.n^estigators, first by Matteuci,^ then by Brester,^ 
but most thoroughly by Bourgoin.^"^ 

The result of all theses investigations is to show that here 
no secondary reactions take place, as was observed in the case 
of the fatty acids, but that the only effect of the current is to 
produce a separation into hydrogen (or metal) and the acid 
radical, the latter regenerating the acid at the positive pole. 

In an alkaline solution it is possible to so increase the oxida¬ 
tion that the benzoic acid is destroyed. The decomposition prod- 
« nets which then appear at the anode are carbon dioxide, carbon 
monoxide, and sometimes acetylene. The odor of bitter 
almonds is also frequently observed. 

A thorough investigation was made by Lob,^ who employed 
a current having a potential of 6-7 volts and a current density 
of 15-20 amp. per sq. cm. and obtained a small quantity of 

1 Bull. soc. chim. 10, 209 (1868). 

* Jahresb. f. Chem. (1866), 87. 

‘ 8 BuU. soc. chim. 9, 431 (1867). 

< Ztsebr. f. Elektrochemie, 2, 663; S, 3 (1896). 
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a substance containing sodium, but the chemical nature of 
which has not yet been determined. There is formed besides 
this compound a small quantity of benzaldehyde, as well as 
acetylene and carbon monoxide. Under no circumstances do 
diphenyl or other hydrocarbons occur; nor do fatty acids 
appear, which is otherwise generally the case in an extensive 
oxidation of this character. 

According to the investigations of Schall,^ diphenyl does, 
however, occur if a solution of sodium benzoate in molten 
benzoic acid is electrolyzed at 100 volts between silver elec¬ 
trodes. 

Benzoic Esters .—Tafel and rriedriehs,^ by conducting the 
electrolysis in alcoholic-aqueous sulpnuric acid at lead or mer¬ 
cury cathodes, obtained methyl benzyl ether and the ethyl benzyl 
ether from benzoic methyl and benzoic ethyl esters respectively. 
Mettler,® by a similar arrangement, obtained chiefly benzyl alco¬ 
hol and some benzyl methyl ether from benzoic methyl ester. 

The esters of monochlor- and brombenzow acids also yield the 
corresponding ethers and alcohols. 

Thiobenzoic Acid.—On electrolyzing this acid Bunge ^ ob¬ 
tained the bisulphide of benzoyl. 

Sulphobenzoic Acid.—This acid, according to the statements 
of the same investigator, is not changed by the current. 

Phthalic Acid.—Bourgoin ® states that the electrolysis of 
this acid and of its neutral or alkaline salts resulted in the 
formation of the unchanged acid at the positive pole. The 
appearance of small quantities of carbon dioxide and carbon 
monoxide, however, was an evidence that a small portion of the 
acid had undergone oxidation. 

The potassium salt of the mono-ethyl ester of phthalic acid, 
when electrolyzed by Brown and Walker,® became dark-colored, 
and a resinous substance was .formed, but the isolation of any 

^ Ztschr. f. Elektrochemie (>, 102 (1899). 

^ Ber. d. deutsch. chem. Gesellsch. 37, 3182 (1904) 

3 Ibid. 37, 3692 (1904). 

^ Ibid. 3, 296 (1870). 

® Jahresb. f. Chem. 631 (1871). 

® Lieb. Aim. 274, 67 (1893). 
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new electrolytic product was not possible. Phthalic esters, 
according to Tafel and Friedrichs/ can be readily reduced in 
the presence of sulphuric acid at lead or mercury cathodes. 

Phenylacetic Acid.—This acid, electrolyzed in the form of 
its potassium salt by Slawik,^ yielded free phenylacetic acid. 

p-Toluic Acid.—According to an incomplete research by 
Labhardt and Zschoche/ p-toluic acid in alkaline solution at 
polished platinum anodes is oxidized to terephthalic acid; 

.CHa /COOH 

CeHZ -~>C6H4< 

^COOH ^COOH. 

p-Toluenesulphonic Acid.—This acid gives at platinum and 
lead electrodes a poor yield of p-sulphobenzoic acid (Sebor^). 

Cinnamic Acid.—Cinnamic acid, investigated by Brester,^ 
showed a similar behavior in the electrolysis of both the free acid 
and the neutral solutions of its salts. Lob ® has reported an 
accidental observation on the formation of hromstyrene by 
electrolysis of cinnamic acid in the presence of potassium bromide. 

In acid solution Marie converted cinnamic acid almost 
quantitatively into hydrocinnamic acid. 

Benzylmalonic Acid.—When this acid in the form of its 
ethyl-potassium salt was submitted to electrolysis by Brown and 
Walker ® it exhibited a behavior materially different from that of 
malonic acid. The solution became dark-colored, but contained 
no new compound. If oxidation occurred, it was a complete 
oxidation into carbon dioxide and carbon monoxide, such as has 
been observed in the case of unsaturated acids. 

However, when v. Miller ^ electrolyzed the ethyl-potassium 

n.c, 

2 Ber. d. deutsch. chem. Gesellsch. 7, 1051 (1874). 

’ Ztschr. f. Elektrochemie 8, 93 (1902). 

nhid. 9,370 (1903). 

* Jahresb. 1 Chem. 87 (1866). 

® Ztschr. f. Elektrochemie 3, 46 (1896). 

^ Compt. rend. 1S6, 1331 (1903). 

«Lieb. Ann. 274, 67 (1893). 

® Ztschr. f. Elektrochemie 4, 57 (1897). 
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=:alt of this acid in the presence of potassium acetate, not only 

a-methylhydrocinnamic ester, 

/COOCsHs 

C6H5CH2CH< 

^CHs 

but also dibenzylsuccinic ester, 

CeHs - CH2 - CH - COOC2H5 
C6H5-CH2 -CH-COOC2HS, 

was produced, as was to be expected according to the Brown- 
Walker reaction. There are also present the normal by¬ 
products of the electrolysis of such kind of acids, in this case 
hydrocinnamic acid and cinnamic acid. On repeating these 
experiments, Hauser ^ was also able to isolate propylbenzene, the 
formation of which was brought about by the electrolysis of 
hydrocinnamic ester—^readily formed from the material started 
with—and potassium acetate. 

The electrolysis of the ester-salt of benzylmalonic acid 
with potassium butyrate and caproate takes place just as with 
potassium acetate. Good yields of propylhydrocinnamic ester 
and amyUiydrocinnanaic ester, besides dibenzylsuccinic ester 
and cinnamic and hydrocinnamic esters, are obtained. 

Dibenzylacetic Acid. — This substance, on electrolysis of 
its potassium salt, and a mixture of this salt with fatty acid salts, 
gives no tangible products. 

Salicylic Acid.—The formation of yellow mordant dyes, 
which are obtained by the electrolytic oxidation of aromatic 
oxycarboxj'lic acids in sulphuric-acid solution (Badische Anilin- 
u. Sodafabrik^), seems to be based on the frequently mentioned 
introduction of oxygen into the benzene nucleus. The materials 
serving as starting-point, aside from salicylic acid, were sym¬ 
metrical mr-dioxybenzoic adc^ gallic acid, tannin, gallaminic add, 
esters of the adds, m- and p-oxybenzoic add, and other oxy-adds. 


* Dissertation Munich (1901). 
’ D. R. P. No. 85390 (1895). 
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The electrolytic introduction of halogens into salicylic acid 
has been mentioned under phenols (p. 201). 

Von Miller and Hofer ^ have applied their method for the 
electrolysis of organic oxy-acids to several aromatic acids con¬ 
taining substituents; these experiments may briefly be men¬ 
tioned here. 

Phenyl-^-lactic Acid. — This acid gives at the anode 
benzaldehyde, besides resinous bodies. 

Mandelic Acid.—This substance yielded at the anode chiefly 
carbonic acid, a little carbon monoxide, and also benzaldehyde. 
The same body was formed in the electrolysis of phenyh 
glyceric acid. 

Sulphoanthranilic Acid.—This substance, according to a 
patent ^ of Kalle & Co., can be converted into anthranilic acid 
if electrolyzed in neutral or slightly acid solution at a mercury 
cathode. 

7. Acid Amides and Nitriles. 

According to the investigations of Baillie and Tafel,® the 
reduction of acid amides in sulphuric-acid solution at lead 
cathodes leads to amines, as shown in the equation: 

E.CONH2+ 4 H=RCH2 • NH2+H2O. 

Benzamide yields only a httle benzylamine; benzaldhyde, 
wliich probably contained benzyl alcohol, was also formed. 
In a similar manner 

Dimethylbenzamide gives dimethylbenzylamine; 

Acetanilide gives ethylaniline; 

Acetyl-o-toluidine gives ethyl-o-toluidine; and 

Succinanil gives phenylp 3 rrrolidone: 

CH2-C0\ CH2 —C 0 \ 

I >NC6H5+4H = | ,, >NC6H5-1-H20. 

CHa—CQ/ 

^ Ber. d. deutsch. chem. Gesellsch. 27, 461 (1894). 

2 D. R. P. No. 146716 (1902). 

^ Ber. d. deutsch. chem. Gesellsch. 32, 68 (1899). 
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(The same reaction in the aliphatic series, p. 119, in the 
pvridiiie and quinoline series, p. 218.) 

o-Toluenesulphonamide (o-ToluenesulphamicIe).—According^ 
to a patent of F. v. Heyden Nachfolger,* benzoylsulphon- 
imides can be prepared by the electrolytic oxidation of toluene- 
sulphonamides in alkaline, or earthy-alkaline solution; for 
example, o-benzoylsulphonimide (benzoic sulphimide), or sac- 
harin, from o-toluenesulphonamide; 

/SO2-NH2 /SOav 

C6H4< + 30= CeH./ >NH+ 2 H 2 O. 

\CH3 ^CO / 

The p-nitro-substitution products of o-toluenesulphcnamide 
are said to behave similarly. 

Just as amines are easily obtained by reduction of nitriles- 
■with sodium amalgam or sodium and alcohol, so this reaction 
can be carried out electrolytically (p. 121). 

Benzonitrile.—^Ahrens,^ by electrolytic reduction of this 
substance in dilute 'sulphuric acid at a platinum cathode, 
obtained benzylamine; m like maimer, 

Benzylcyanide gave the corresponding phenylethylamine. 

8. The Indigo Reduction. 


The reduction of indigo by electrolytic hydrogen in alkaline 
suspension, the fluid being -warmed, has already been carried 
out by Fr. Goppelsroder ^ and v. Wartha.^ Mullerus ® easily 
reduced indigosulphonic acid. 

Thorough studies regarding the process of the reduction of 
indigo by the electric current have recently been made by 
A. Binz,® and Binz and Hagenbachthese show that most 
probably zinc and not hydrogen plays the chief part in the 
reduction. Thus when indigo is electrolytically reduced in 

>D. R. P. No. .85491 (1895). 

^ Ztschr. f. Elektrochemie 3, 100 (1896). 

® Preparalion and Mxation of Dyes with the Aid of Electrolysis, Reichen- 
berg, 1885. 

* Chen. Ztg. 8, No. 25 (1884). 

® Ibid. 17,1454 (1893). 

«Ztschr. f. Elektrochemie 5, 5, 103 (1898); 9, 599 (1903). 

’Ibid.e, 261 (1899). 
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alkaline solution, almost no formation of indigo-white occurs, 
but if alkaline-zinc solutions and zinc cathodes are employed 
a smooth reduction (formation of the vat) takes place. 

Binz concludes further that the conversion of indigo into 
indigo-white depends upon a withdrawal of oxygen and not 
upon the taking up of hydrogen, as hitherto supposed. The 
phenomena observed in the reduction of indigo agree with the 
views regarding the behavior of attackable cathodes, as men¬ 
tioned in the introduction (p. 18). The reducing agent is the 
discharged zinc-ions, whose separation on the cathode and whose 
reaction with the depolarizer indigo occurs in a proportion 
w'hich depends upon the velocities of the two processes. The 
cathode potential appears as a measure for the reduction energy, 
whose value is naturally determined by the chemical nature 
of the zinc, and cannot forthwith be attainable by any other 
reducing agent such as hydrogen. In this respect we can say 
with Binz that the indigo reduction is based upon the direct 
action of the metal. 

Without entering upon the subject of the electrolytic prepa¬ 
ration of reducing substances which are useful for vat forma¬ 
tion, such as hydrosulphites, a process ^ of the Farbwerke- 
Meister, Lucius and Briining m Hochst may here be mentioned 
by which sulphite solutions are electrolyzed at higher tempera¬ 
tures in the presence of indigo. Hereby the sulphites are con- 
‘ verted into hydrosulphites, which accomphsh the reduction of 
indigo, the sulphites being regenerated. The latter are again 
continually reduced. In alkaline electrolytes a vat is imme¬ 
diately formed and in acid solutions solid indigo-white is pre¬ 
cipitated. The current density and cathode material can at 
win be chosen within wider limits. 

9. Pyridine Derivatives and Alkaloids. 

The pyridine ring is easily reducible. Hydropyridines are 
formed from pyridine and its derivatives, and piperidines by 
complete hydration. Quinoline and acridine are also easily 
converted into hydro-compounds. 


1 D. E. P. No. 139567 (1902). 
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These reductions can easily be obtained -ndtli the electric 
current under suitable conditions; the alkaloids, Avhich have a 
pvridine nucleus, also behave analogously. 

Pyridine.—Ahrens ^ accomplished the electrolytic reduction 
of pyridine and the derivatives of p}Tidine, and obtained piperi¬ 
dine from pyridine, and a-pipecoline from a-picoline. In these 
electrolyses lead cathodes and 10% solutions of sulphinuc acid 
were employed. 

If strong sulphuric acid and a platinum cathode are used 
there is formed a substance containing nitrogen and sulphur, 
the chemical nature of which has not yet been determined. 

Benzoylpiperidine.—On the occasion of their experiments re¬ 
garding the reduction of acid amides, Baillie and Tafel,^ by 
electrolytieal reduction in sulphuric acid at a lead cathode, 
converted benzoylpiperidine into benzylpiperidine and obtamed 
a yiekl of 77 per cent, of the latter compound. 

Quinoline was electrolyzed by Ahrens ^ in a 10% sulphuric 
acid. The cathode was of lead, and the anode of platinum. 
An apparently tri-molecular hydroquinone (CgHghDs was chiefly 
formed at the cathode, besides small quantities of hydroquinoline 
(C 9 H 9 X )2 and tetrahydroquinoline, C 9 HnN 2 . 

According to a later patent of E. Merck,^ if quinoline 
is electrolyzed in dilute sulphuric acid containing for 1 equiv¬ 
alent of the base at least 4 equivalents of the acid, and free from 
metallic salts, a good yield of dihydroquinoline is obtained. 


/ 


CeH/ 


•CHxch 


1 +2H=C6H4< 

II 


\nh/ch 


Acetyltetrahydroquinoline.—As in the case of benzoylpiperi¬ 
dine, Baillie and Tafel ® -were able to reduce this compound, and 
obtained a good yield of ethyltetrahydroquinoline. 


• Ztschr. f. Elektrochemie 2,677,580 (1896); also D. R. P. No. 90308 (1896) 
^ Ber. d. deutsch. chem. Gesellsch. 32, 74 (1899). 

^ Ztschr. f. Elektrochemie 2, 580 (1893). 

*D. R. P. No. 104664 (1898). 

® Berd. deutsch chem. Gesellsch. 32, 74 (1899). 
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Quinaldine (a-methylquinoline), according to the process of 
Ahrens/ can be converted into dihydroquiiialdine, CioHioNH^ 
and tetrah3Tlroquinaldine, C10H13N. 

The nitroso- and nitro-derivatives of the pyridine and quin¬ 
oline series have already been discussed (see p. 192 ). 

The coca-alkaloids j hke cocaine, atropine, etc., contain per¬ 
haps a combination of a piperidine ring with a pyrrolidine ring. 
This combination is also expressed in their behavior in electroly¬ 
sis. At present the following is kno^vn. 

Atropine, C17H23NO3.—From the neutral sulphate of atro¬ 
pine crystallized atropine is gradually precipitated at the 
cathode, while at the anode carbon dioxide, carbon monoxide, 
ox^^gen, and nitrogen are evolved. The acid sulphate behaves 
in a similar manner, but the evolution of nitrogen w^as not ob¬ 
served (Bourgoin^). 

Atropine is decomposed by baryta water into tropic acid and 

Tropine. 

CH2-CH~CH2 

I I 

CH3N CHOH=C8Hi5NO. 

I I 

CH2-CH-CH2 

This substance, on electrolysis in alkaline and acid solution at 
lead electrodes, and at a low temperature, is converted into tro¬ 
pin one. ^ 

CH2-CH-CH2 

I I 

CHsN CO 

I I 

CH2-CH-CH2. 

A good yield of this substance is obtained, 
behaves in the same manner. 


Pseudotropine 


^ Ztschr. f. Elektrochemie 2 , 580 (1896). 
2 BuU. soc. chim. 12 , 400 (1869). 

8 D. R. D. No. 118607 (1900). 
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Tropinone. —This compound can inversely be easily reduced 
to pure tropine. The chem. Fabrik vorm. E. Schering^ 
employs as electroljde an aqueous ammoniacal ammonium sul¬ 
phate solution. 

E. IMerck,^ by electrotysis of a slightly alkaline solution, ob¬ 
tains, besides tropine, pseudotropine. The yield is 50 per cent, 
of the tropinone employed. 

Opium Bases. 

Opium.—If opium is subjected to the action of the electric 
ciurent, morphine (Ci7Hi9NO(OH)2) goes to the cathode and 
y meconic acid (oxypyronedicarboxylic acid) to the anode 
(Lassaigne).® 

Morphine, C17H19NO3+H2O.—Pommerehne/ by the elec¬ 
trolysis of a solution of morphine acidified with sulphuric acid, 
obtained after a few days crystals of oxydimorphine sulphate at 
the anode. The solution became dark-colored. 

Codeine (methylmorphine) Ci7Hi7N0(0H)0-CH3. — On 
electrolysis of the neutral sulphate hydrogen is evolved, codeine 
is precipitated, and the solution turns brown (Bourgoin . 

The acid sulphate undergoes more complete decomposition, 
and carbon dioxide, carbon monoxide, oxygen, and nitrogen are 
split off. 

Cotamine, C12H15NO4 —^This compound is converted quanti- 
.tatively by the electrolytic hydrogen into pure hydrocotarnine 
dBrandon and Wolffenstein ®): 

Ci2Hi5N04 + 2 H =Ci2Hi5N03 +H2O. 

Hydrastinine, C11H13NO3, which does not, indeed, belong to- 
the opium bases, may nevertheless be mentioned here. This sub¬ 
stance is similarly converted into hydrohydrastinine, C11H13NO2. 

» D. R. D. No. 96362 (1898). 

= D. R. D. No. 115517 (1900). 

^Tommasi, Trait4 d^Electrochimie 788 (1889). 

** Arch. Fharm. 2S5, 364 (1897). 

® Bull. soc. chim. 12, 400 (1869). 

®Ber. d. deutsch. chem. Gesellsch. 31, 1577 (1898); D. R. P. No. 94949 

iim). 


the electrolysis of aromatic compounds 221 


Quina- and Strychnos Bases. 

Quinine, C 2 oH 24 N’ 202 . —^Although the neutral sulphate is a 
very poor conductor, the acid sulphate is readily decomposed 
into carbon dioxide, carbon monoxide, and nitrogen. The 
color of the solution changes to a dark brown. 

Besides the last-named gases, the above-mentioned alkaloids 
split off various other products, principally complicated nitro¬ 
gen-containing compounds (Bourgoini). 

Pommerehne,^ by electrolysis of a sulphuric-acid quinine 
solution, obtained a green resinous mass, which is perhaps 
identical with thalleioquin (?). 

Quinine, cinchonine (C19H22N2O), and cinchonidine 
(0x911221^20), on electrolysis at lead cathodes in a 50 % sul¬ 
phuric-acid solution, are converted into non-crystallizable 
tetrahydro-bodies (Tafel and Naumann^). 

Strychnine, C21H22N2O2.—^The neutral sulphate suffers but 
httle change. The solution becomes slightly colored, hydrogen 
and oxygen are given off, and crystals of strychnine collect at 
the cathode. 

The acid sulphate behaves in a like manner, except that in 
its case the formation of carbon dioxide and carbon monoxide, as 
well as oxygen and nitrogen, shows that a part of the substance 
\mdergoes complete decomposition. In strongly acid solutions 
the sphtting off of nitrogen does not occur (Bourgoin . 

Tafel and Naumann ® have made more thorough investiga¬ 
tions regarding the electrolytic reduction of strychnine in strong 
sulphuric acid solution at lead cathodes. According to Tafel’s 
researches, strychnine is to be regarded as a cyclical acid anilide 
of the formula: 

yCO 

(CzoHasON)^ | . 

^ Bull. soc. chim. 12, 400 (1869). 

U. c. 

^ Ber. d. deutsch. chem. Gesellsch. 34, 3299 (1901). 

* Bull. soc. chim. 12,400 (1869). 

®Lieb. Ann. 301, 291 (1898); Ber. d. deutsch. chem. Gesellsch. 34 
3291 (1901). 




222 ELECTROCHEMISTRY OP ORGANIC COMPOUNDS. 

The water-soluble tetrahydrostrychnine is first formed: 

/CH2OH 

(C2oH220N)<" 

^NH 

which by further reduction is converted ink) strychnidine: 

/CH2 

(C2oH220N)<; I . 

The quantity of the former preponderates at a low temperature. 
On the other hand, the higher the temperatme the greater the 
quantity of strychnidine formed. 

Brucine, C23H26N204.—A solution of the neutral sulphate 
turns red and the sulphate is decomposed. Hydrogen is evolved 
at the negative pole, but the brucine completely absorbs the 
oxygen at the positive pole (Bourgoin). 

Tire acid salt is very energetically decomposed, becoming 
first red and then brown. At the anode carbonic-acid gas, 
carbon monoxide, oxygen, and nitrogen escape (Bourgoin^). 

Besides the gases mentioned, the above alkaloids break up 
into other products, principally complex compounds containing 
nitrogen. 

According to Tafel’s and Naumann’s^ investigations, 
brucine behaves like strychnine in so far as that by reduction, 
under similar conditions tetrahydrobrucine is produced; how¬ 
ever, to obtain the crystalline product the temperature must 
not exceed 15 °. But a body corresponding to strychnidine 
was not found among the products of the electrolytic reduction 
of brucine. 

If we give brucine the following formula (Moufang and 
Tafel 3 ): 

/CO 

[C2oH2o(OCH3)20N]< II , 


U. c. 
n. c. 

»Lieb. Am. 304,/24 (1898). 
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then tetrahydrobrucine has most probably the formula: 


[C2oH20(OCH3)2OH]/ 


■CH2OH 


Vh • 

Brueidine, corresponding to strychnidine, is formed from 
tetrahydrobrucine if this is heated to 200 °, water being split 
off; 

/CH2 

[C2oH2o(OCH3)20NK I . 

Morpholone.—Lees and Shedden ^ have investigated the 
electrolytic reduction of pheno- and naphthomorpholones in 
sulphuric-acid solution. Morpholines are produced only as 
by-products, the morpholone ring being for the most part 
broken up. 

/ 0 \ 

/ CH 

Phenomorpholone, C6H4<Q | , 

\nh/00 = 

gives as end-products of the reduction acetyl-o-aminophenol, 

/OH 

CeHZ 

^NHCOCHs, 

also ethyl-o-aminophenol, 

/OH 

C6H4< 

\NHCH2CH3, 


and also isoacetyl-o-aminophenol, 

yOR 


C6H4S 


''N=C(OH)ch3; 


* Proceed. Cbem. Soc. 19,13? fl903); Joum. Chem. Soc. 83, 750 (1903) 
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n-Methylplienomorpholone, 


gives, besides n-acetylmethyl-o-aminopbenol. 


•COCH- 


and n-methylethyl-o-aminophenol, 


also n-methylpbenomorpholine, 


n-Methyl-/?-naphthomorpholone gives n-methylethyl-a- 
amino-/?-naphthol: 

/OH 

CioH6< /CH2CH3, 


and n-methyl-/ 9 -naphthomorpholine 
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10. The C.\.mphor Group. 


Camphor.—This substance, as shown by the synthesis car- 
xied out by Romppa,^ has certainly the formula proposed by 
Bredt: 


CHo 


CH3 
-C— 


-CO 


CH3CCH3 

I 

CH2-CH— 


-CH2 


Being a ketone it can be reduced to the secondary alcohol 
Borneol: 


CHs 

CH2-C-CH(OH) 

I 

CH3CCH3 

CH2-CH-CH2 


This reduction has been carried out electrolyiically by Tafel 
^nd Schmitz ^ in sulphuric-acid solution at mercury catnodes. 
They obtain thus about 45 per cent, of the theoretically possible 
yield; with a maximum current consumption of 38 per cent. 
-At lead cathodes no satisfactory reduction can be effected. 
Camphoric Acid, 

CH3 

CH2-C-COOH 

CH3CCH3 

CH2-CH-COOH 

is the oxidation product of camphor with nitric acid. 

Brown and Walker ^ also electroylzed (see p. 102) the 
.sodium-ethyl salt of camphoric acid and obtained two esters 
which they were able to separate by means of fractional dis- 


^ Ber. d. deutsch. chem. Gesellsch. 86, 4332 (1903). 
^ Ztschr. f. Elektrochemie 8, 288 (1902). 

« Lieb. Ann. 274, 71 (1893). 
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tillation. One of these (boiling-point 212 °- 213 °) on being 
saponified jfielded an unsaturated monobasic acid, C9H14O2, 
camphohjtic acid; the other having a higher boiling-point 
( 240 °- 242 °), was the neutral ester of a diabasic acid, C1SH30O4, 
to which Walker gave the name of camphothetic acid. These 
experiments are of great importance, because they prove the 
dibasic nature of camphoric acid, a fact which was doubted 
by Friedel. 

Walker and Henderson ^ found, moreover, that upon 
electrolysis of concentrated aqueous solutions of the ethyl- 
potassium salt of allocamphoric acid there are formed as chief 
products the ethyl esters of a dibasic acid, Ci6H28(COOH)2, 
and of a monobasic acid, CgHisCOOH: 


/COOC2H5 /COOCaHs 

1. 2C8Hi4< =2C02 + Ci6H28< 

WOO \COOC2H5 

/COOC2H5 /COOC2H5 

2. 2C8Hi 4< = CsHiW 

WOO ^COOH 

+CO2+C8H13COOC2H5.. 


It has been found on further investigation 2 that besides the 
strongly dextrorotary unsaturated acid designated as allocam- 
pholytic acid, CgHiaCOOH, an isomeric acid is formed which, 
although slightly dextrorotary as obtained, is perhaps even 
laevorotary in an entirely pure condition. The latter on being- 
heated to 200° splits off carbon dioxide and yields a hydrocarbon, 
C8H14, which boils at 120-122° and appears to be identical with 
laurolene, 

CH2-CH 

1 J>CCH3. 

CH 2 -C(CH 3)2 


made from camphoric acid, 

A ketonic acid, CsHisO-COOH, melting-point 228 ®, is also* 
found as an additional product of the electrolysis of potassium 


^ Joum. diem. Soc. 67, 337 (1895). 
2 Ibid. 69, 748 (1897). 
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allocamphoric ethyl ester. The authors concluded from their 
obsei’vations that camphoric acid contains the group 

H 



P,/H 

l\COOH 


-C-COOH, 


a deduction which had, of course, to be later modified. 

According to later experiments of Walker and Cormack,^ it 
is possible to obtain isolauronolic acid by electrolyzing the 
methyl-ester-potassium salt of camphoric acid: 

/COOCH3 vCOOCHs 

2 C8 Hi4'v = CsHi4 \ +CO2 

\COO ' ^COOH 

+CSH13COOCH3. 


The free optically inactive isolam'onolic acid, 

CHs—CCOOH 

II 

CH3C 

I /CH 3 

CHo—C< 

^CHs, 

■was obtained from the latter ester. The electrolytic reaction 
occurs hence in a normal direction. 

Camphoric-acid imide, 

CH3 

CH2—C--CO\ 


CH3CCH3 


CHs—CH—CO^ 


■was reduced in sulphuric-acid solution at a prepared lead 
cathode. The experiment was made by Tatel and Eckstein,^ 
in connection with their investigations concerning the electro- 

' Proceed. Chem. Soc. 16, 58 (1900). 

’Per. d. deutsch. chem. Gresellsch. 34, 3274 (1901); see also D. R. P 
No. 126196 (1900). ' ' 
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lytic reduction of succinimide (p. 119 ). Just as succinirnide, by 
replacement of one of the two oxygen atoms by two hydrogen 
atoms, is converted into pyrrolidone and, by complete ehmina- 
tion of the oxygen, into p5T-rolidme—although only to a very 
slight extent—^so camphoric-acid imide gives two perfectly 
analogous products, camphidone and camphidine. 

Camphidone occurs in two isomeric modifications, separable 
in the form of the picrates, a-camphidone and ,S-camphidone: 

CHa 

CHs-C-CO\^ 

CH3CCH3 ^NH 
OHa-CH-CHa'^ 

Which one of these is the <x- and which the jS-camphidone 
remains undecided. 

Camphidine, 

CHs 

CH2— C — CH2 
CH3CCH3 

I 

• CH2- CH-CH2 

is always produced besides camphidones, and can be readily 
separated from these, since it possesses a decidedly basic char¬ 
acter. 

As the camphidones are extremely resistant towards further 
reduction, they form no intermediate phase in the camphidine 
formation. We must suppose that only those acid-imide 
molecules, both of whose carboxylic groups are by accident 
simultaneously attacked by the reducing agent, are changed into 
camphidine. Or, a carbinol-like intermediate product, in 
which the second carboxylic group—in contradistinction to 
that of camphidone—^is electrolytically attackable, is already 
formed during the transition from camphoric-acid imide to the 
camphidone. 



and 


CHs 

CH2—C-CH, 
CH3CCH3 
CH2— CH~CO 


\ 


>NH. 
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. 11. Electrolysis of Blood and Albumen. 

Blood.i—The defibrinated blood of a dog was submitted to 
electrolysis by Becquerel. He made use of platinum electrodes 
and a current furnished by a battery of three Daniell cells. At 
the negative pole he observed the following phenomena: 

The blood became brown and alkaline, and contained 
neither white nor red corpuscles; it possessed the property of 
gradually dissolving blood-corpuscles and had the odor of putrid 
meat. 

At the positive pole undecomposed and partially decomposed 
blood-corpuscles were present in large quantities. The fluid 
gave a precipitate of albumen with nitric acid, mercuric chlo¬ 
ride and lead acetate. 

Albumen.^—When an albumen solution was electrolyzed by 
Dumas and Prevost, under conditions similar to those used by 
Becquerel for blood, the alkali metal went to the negative pole, 
hydrogen was evolved, and acetic and phosphoric acids appeared 
at the positive pole. The result of this is that the albumen is 
coagulated at the negative pole (by the alkali present), while at 
the positive pole the solution remains clear. 

As Las.saigne has shown, pure albumen in aqueous solution 
is a non-conductor of electricity; the addition of salts or acids 
is therefore necessary in its electrolysis. 

The Pharmaceutical Institute of L. W. Gans of Frankfurt ® 
has made known a process for electrochemically preparing 
fluorine-substitution products of albumens. The latter are 
suspended, or dissolved in a dilute aqueous solution of hydro¬ 
fluoric acid or salts of this acid, and subjected at a platinum 
electrode to the anode current action. The discharged fluorine 
reacts with the albumen, forming substitution products. 


1 Tommasi, Trait6 d^Electrochimie 800 (1889), 
n. c. 

sD. R. P. No. 116881 (1898). 







CHAPTER V. 


ELECTROLYSIS WITH ALTERNATING CURRENTS. 

If the polarity of the current is not allowed to change too 
rapidly, it is possible, since oxidation and reduction occur suc¬ 
cessively at each pole, to accomplish electrolyses with alternat¬ 
ing currents. Experiments with this end in view have been 
made by Drechsel.i Deh 3 dration is a case of simultaneous 
reduction and oxidation. The supposition that in living organ¬ 
isms carbamide is produced from ammonium carbamate by the 
splitting off of water prompted Drechsel to make experiments in 
this direction. When an aqueous solution of ammonium car¬ 
bamate is electrolyzed with a current from a battery of 4-6 
Grove cells, and platinum electrodes used, carbamide is obtained 
independently of the electrode material when alternating currents 
are employed. The reactions are supposed to be either 

I. NH 2 COONH 4 + 0 =NH 2 C 00 NH 2 +H 20 , 

II. NH2C00NH2+2H=NH2C0NH2+H20, 
or 

I. NH2C00NH4 + 2H=NH2C0NH4-|-H20, 

II. NH2C0-NH4+0 = NH2C0NH2+H20. ’ 

The observation that the platinum electrodes were strongly 
attacked, with the formation of platinum salts, caused Gerdes '2 
to investigate the platinum bases. As the principal product he 
found a compound to which he gave the following formula: 

CO/ }pt< Vo, 

__ ^ONHs VHbN HbCK 

1882^°'“' laaug-Dissert., Leipzig 
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and the chloride of which is said to have the composition 

CINH3S. /NH3NE3CI 

>Pt< Pta 4 + 2 E 20 . 

ClNHa^ \NE3NE3CF ■ 


Gerdes also examined the nitrate and sulphate of this base. 

In the course of further researches ^ Drechsel found that 
when alkaline solutions were used platinum -was present in the 
electrolyzed fluid. Copper when used as electrode showed a 
similar behavior; lead was less attacked, gold hut very slightly, 
and palladium not at all. 

The formation of phenylsul])hiaric acid in living organ¬ 
isms is supposed, like carbamide, to be the result of dehydra¬ 
tion. Taking this into consideration, Drechsel carried out the 
following experiment: 

A saturated solution of aeid magnesium carbonate was mixed 
with an equal volume of a solution of magnesium sulphate and 
the mixture was saturated with commercial carbolic acid. 

When this solution was electrolyzed for thirty hours with 
alternating currents, using platinum electrodes, then the follow¬ 
ing products were obtained: 


1. pDiphenol. 

2. Pyrocatechin. 

3. Eydroquinone. 

4. Phenylsulphurie acid. 

5. Oxalic acid. 

6. Formic acid. 


7. Succinic acid. 

8. Malonic acid (?). 

9- n-Valeric acid (?). 

10. n-Butyric acid (?). 

11. Some cyclohexanone,' 

CsHioO. 


According to Drechsel the formation of the phenol ester of 
sulphuric acid is probably represented by the following equa¬ 
tions: 

1 . C6B5OH+ HOSO3H +0 = CbEbOOSOsH+HsO, 
ri. C6E500S03H+E2=C6H50803H+B2a 

Later Drechsel ^ electrolyzed normal caproic acid with alter¬ 
nating currents. The electrolytic solution contained, in a vol- 


' Joum. prakt. Chem. 29, 229 (1884). 
> Ibid. S4, 135 (1886). 
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ume of 3 liters, 200 g. of caproic acid as magnesium salt and 
was nearly saturated with acid magnesium carbonate. Plati¬ 
num electrodes were used. At the end of the experiment the 
following compounds could be identified in the solution: 

1. Valeric acid. 5. Adipic acid. 

2. Butyric acid. 6. Oxycaproic acid. 

3. Oxalic acid. 7. Glutaric acid. 

4. Succinic acid. 

In a still later research on the electrolysis of phenol with 
alternating currents Drechsel ^ detected phenylsulphuric acid, 
dioxybenzenes, a number of acids of the fatty acid series, and 
in addition to these an oil which he identified as hydropheno- 
ketone, 

0H2‘ 

/\ 

HaC C:0 

1 1 , 

H 2 C CH 2 

\/ 

CH2 

and whose phenylhydrazine compound he was able to isolate. 
Drechsel regards hydrophenoketone as the origin of the 
fatty compounds formed. By the direct addition of water to 
this compound caproic acid results, and this then breaks up 
into the acids and other decomposition products mentioned 
above. 

Some of the above acids have been mentioned as decompo¬ 
sition products of phenol in the investigation cited on the elec¬ 
trolysis of phenol. 


^ Journ. pract. Chem. 38, 65 (1888). 



CHAPTER VI. 


ELECTRIC ENDOSMOSE. 

By electric endosmose or cataphoresis is meant the often 
observed phenomenon of the migration or flow of a fluid, under 
the influence of potential differences, through the diaphragm 
separating the cathode and anode chambers. This flow or trans¬ 
portation of fluid always occurs in a certain direction, either 
to the anode or to the cathode, depending upon the nature 
of the substances and the diaphragm; it has no connection 
with the electrical phenomena following Faraday’s laws. If 
the rigid d'aphragm is replaced by fine suspensions which act 
like a movable diaphragm, the fluid remains at rest, but the 
suspended particles migrate, i.e., are urged in the fluid towards 
the electrode. This directed movement depends undoubtedly 
upon a polar charge of the suspended particles contrary to that 
of the water. Since the organic colloids, like the colloid solutions 
of albumen, carbohydrates, haimoglobin, mdigo, and of natural 
dyes, act as an extremely fine suspension, cataphoresis alsu 
possesses great importance for organic substances, as to their 
suspension, coagulation and sedimentation phenomena. The 
scientific treatment of this field has begun. Bredig^ mentions- 
that the direction of albumen depends upon the chemical com¬ 
position of the fluid; for instance, whether the aqueous medium 
is alkaline or acid. 

Electric endosmose is of technical importance for the 
dehydration of organic, finely suspended substances containing- 
very much water, for example, the drying of peat, according, 


^ Ztschr. f. Elektrochemie 9, 739 (1903). 



234 ELECTROCHEMISTRY OF ORGANIC COMPOUNDS. 


to the experiments of Schwerin.^ The peat^ at a tension of 
4 to 5 volts per centimeter peat layer, migrates to the anode 
and is deposited on the latter in a firm coat, while at the cathode 
the water becomes clear. Aqueous dye-pastes behave simi¬ 
larly. The technical purification of albumens by cataphoresis 
is also said to be feasible. 

Another field in which cataphoresis, or the convective con¬ 
duction as the process is also called, has apparently already 
become of great importance, is the tanning industry. 

If the skin to be tanned is brought between the cathode 
and anode in a dilute tannic-acid solution, a migration of the 
colloidally dissolved tannic acid takes place through the skin 
from the positive to the negative electrode. By a regular 
slow change of the “current direction the tannic-acid solution 
can be pressed into the pores of the skin and thus a considerable 
saving in time is accomplished.^ 

Note ,—It has been known for a long time that many finely 
divided bodies suspended in water, as gold, copper, graphite, 
silica, feldspar, sulphur, lycopodium, etc., as well as minute drops 
of liquids, such as CS 2 and oil of turpentine, and bubbles of 
oxygen, marsh-gas, etc., show cataphoresis phenomena. All 
these are urged in water towards the positive electrode, but in 
oil of turpentine the direction is reversed except in the case of 
particles of sulphur; the direction is also reversed for silica in 
carbon disulphide. The earlier experiments along these lines on 
solid particles contained in fluids of high resistance were made 
by Faraday, Jiirgensen, Quincke, etc.—^Translator. 

^ Ztschr. f. Elektrochemie 9, 739 (1903); D. R. P. No. 131932 (1901). 

^S. Foelsing, Jahrb. d. Elektrochemie 2, 269 (1895). 


PART II. 


ELECTROTHERMIC PROCESSES AND THE SILENT 
ELECTRIC DISCHARGE. 

CHAPTER I. 

THEORETICS AND METHODICS. 

1. Theoretics. 

According to Ohm's law the strength or intensity of the 
electric current, i.e. the quantity of electricity which is con¬ 
ducted by an electric conductor or a system of conductors 
in a given time, is directly proportional to the effective electro¬ 
motive force, and inversely proportional to the resistance 
of the current field: 

•_£ 

w’ 

where i is the current strength, e the electromotive force or 
the tension, and w the resistance. The work which elec¬ 
trical energy can perform in a current field is expressed by 
the product of the electromotive force existing in this field 
and the current strength 

A=e-i, 

where A denotes the work to be done. 

Substances are known which interpose a more or less strong 
resistance to the passage of the current, and such whose resist- 
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ance is so great that practically no passage of the current 
takes place. The former are called, conductors of electricity; 
the latter non-conductors or insulators. The conductors 
themselves are in turn again subdivided into two sharply 
defined classes; those which conduct the current without 
being materially changed, i.e. the passage of electricity pro¬ 
duces no change in the chemical composition of the substance, 
and those—presenting a remarkable contrast to the former— 
in which the passage of electricity results in the chemical 
decomposition of the substance of the conductor at points 
where the electric current enters and leaves the body, i.e. 
changes of the substance occur. To the former class of con¬ 
ductors belong all metals and carbon, the conductors of the 
first class; to the latter the bases, acids, and salts in solution, 
particularly aqueous solution, or in a molten, and also, under 
certain conditions, in a sohd,i state. They form conductors 
of the second class, or electrolytes. 

Ohm’s law is equally applicable to both classes. The 
work which the current can do, however, depends upon the 
nature of the conductor. If the circuit is completely metallic 
and closed, the total electric energy can be converted into 
heat; but if the circuit contains an electrolyte, a large part 
of the electric energy is used up in the production of chemical 
and physical effects which occur when the circuit is closed. 

To determine in a simple way the connection of the electric 
onergy with the calorific energy caused by it, an electric cir¬ 
cuit can be closed by a metalhc wire placed in a calorimeter, 
and the current measured calorifically by the heat effects 
produced by the different electromotive forces and intensi¬ 
ties. The result of such measurements is the equivalence of 
the heat occurring in the conductor with the electric energy, 
hence with the product of electromotive force into the electric 
quantity 

Q—kei, 

where Q denotes the heat generated in the wire. The factor k 
is the electrical equivalent of heat, which permits a numerical 


^ See Nemst, on “solid electrolytes,” Zeit. f. Elektrocheinie 6, 41-43 (1899). 
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comparison of the two forms of energy. It follows, that 
0.239 eal=l voltxl coulomb. 

If we introduce from Ohm’s law tne factor iw for the elec¬ 
tromotive force e, then 

Q=k-i^w. 

The amount of heat generated in a given time varies directly 
as the product of the resistance of the conductor into the 
square of the current strength. This relation is called Joule’s ^ 
law, named after its discoverer. The heat which is thus derived 
only from the current quantities, but not from chemical changes, 
is also called Joule’s heat. 

If, besides the metallic connections, an electrolyte is included 
in the closed circuit, a part of the electric energy is used up 
in chemical work. The electrical energy is then transformed 
in various ways,—in all parts of the current 'field heat is 
developed proportional to the resistance of each separate 
part and the square of the current strength, but chemical 
work and material changes and disarrangements in the elec¬ 
trolyte are also accomplished. 

In utilizing the heat produced by the current for reactions of 
organic bodies, only those systems are taken into, account in 
which the current, by forming a spark discharge or luminous 
arc, is forced either to pass through gases or vapors with high 
resistance, or to heat wires or filaments to high temperatures. 
While the extremely high temperatures, which can be attained 
by means of the voltaic are in the electric furnace, have through 
Moissan’s investigations become of great importance for mineral 
chemistry, it is a peculiarity of organic substances, whose con¬ 
ditions of existence, with few exceptions, are connected with 
relatively low temperatures, and are mostly quite sensitive, 
that the methods applicable here must allow a fuller scope in 
temperature than is accorded by the spark discharge or luminous 
arc. Ruhmkorff’s coils, and less often frictional electric machines. 


‘ Phil. May 19, 260 (1841). 
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are usually employed for giving sparks. The resistance fur¬ 
naces, in which a tube of carbon is heated by the current, seem 
more suited for carrying out pyrogenic reactions of carbon com- 
pmmds. Both heating methods have already been used. Lep- 
sius ^ has employed the luminous arc for decomposing gases and 
demonstrating volumetric proportions, also for preparing water 
gas. Bredig^ made some qualitative tests on the behavior of 
separate organic fluids towards the luminous arc, while Hofmann 
and Buff ^ have also investigated the effect of electrically incan¬ 
descent platinum and iron wires on some gases and vapors. 
Legler,^ in his experiments on the incomplete combustion of 
ether, also employed electrically heated platinum. Moreover, 
Haber,® by makmg the heated conductor (of platinum, plati¬ 
num-iridium, or carbon) tube-shaped and conducting the cur¬ 
rent of gas through the hollow centre in which was placed a 
glass or porcelain tube, perfected the principle of resistance 
ovens for the chemical investigations of gases. But these in¬ 
vestigations did not lead to an extensive use of these- electrical 
methods for obtaining pyrogenic reactions with organic bodies. 
Most of the material of such reactions has so far been collected 
with the spark discharge between metallic electrodes; of late 
years numerous experiments on the pyrogenic reactions of or¬ 
ganic bodies have been undertaken with electrically incandes¬ 
cent wires or filaments. 

2. The Reaction Temperatures. 

Before taking up the subject of the individual results, some 
remarks on the attainable temperatures, the possibility of their 
variation, their measurement and calculation will be made. 

No very accurate measurements of the temperatures occur¬ 
ring in the spark discharged are available, great difficulties 


* Ber. d. deutsch. chem. GeseUsch. 23, 1418,1637,1642 (1890). 

2 Ztschr. f. Elektrochemie 4, 514 (1898). 

3 Lieb. Aim. 113, 129 (1860). 

^Ibid. 217, 381 (1883); Ber d. deutsch. chem. GeseUsch. 18, 3350 (1885). 
® Experimental Investigations on the Decomposition and Combustion 
of Hydrocarbons (Munich, 1896) 43. 
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being encountered in their determination. Calorific methods 
are best suited for investigating the temperature of the lumi¬ 
nous arc, or the radiant energy is employed for learning the 
temperature. In the latter case a bolometer or photometer 
is used. 

According to Violle,^ the temperature of the positive car¬ 
bon point and of the carbon particles in the voltaic arc equals 
the evaporation temperature of carbon. This was determined by 
breaking off the incandescent tip of the carbon and dropping it 
into a calorimeter. One gram carbon requires 1600 cal. to heat 
it from 0° up to its evaporation temperature. As 300 cal. are 
necessary to heat it from 0"^ to 1000°, 1300 cal. remain for raising 
the temperature from 1000° to if x is the evaporation tem¬ 
perature of carbon. If we take the specific heat of carbon 
at 0.52, then 1300 cal. represent 2500° more, so that the evapo¬ 
ration temperature of carbon, x, and the hottest parts of the 
luminous arc, equal 3500°.^ 

Langley, Paschen, Violle, and Le Chatelier^ sought to 
determine the temperature of the heated body by means of 
the. radiant intensity. 

The use of the thermopile in the form of Le Chatelier’s^ 
platinum, platinum-rhodium thermocouple, a so-called pyrom¬ 
eter, has obtained especial importance. This can be used to 
measure temperatures up to 1700°.^ The electromotive force is 
measured either by one of the well-known methods, or else direct 
reading precision-voltmeters (or galvanometers), whose scales are 
divided both into millivolts and into the corresponding degrees 
Celsius or Fahrenheit, are employed. The determination of the 


1 Compt. rend. 115, 1273 (1892); 119, 949 (1894). 

2 Bams, Die physik. Behandlung und die Messung hoher Temperaturen, 
Leipzig, 1892; also Bredig, Uber die Chemie der extremen Temperaturen, 
Leipzig, 1901. 

^ Le Chatelier et Boudouard, Mesure des temperatures eievees, Paris, 
1900. Le Chatelier, Compt. rend, 114, 470 (1892) etc. Holbom u. Wien. 
Ann. 56, 360 (1895); 59, 213 (1896); Holbom u. Day, Wied. Ann. 08, 820 
(1899), etc. 

* Wanner’s Optical Pyrometer indicates up to 4000° C. See Joum. Am. 
Chem. Soc., 1904. 
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temperature from the electromotive force is based upon the 
fact that on heating the joint where the platinum wire is fused 
to the platinum-rhodium wire, an electromotive force of about 
one millivolt for every 100"^ C. is produced. The ratio of the 
electromotive force to the temperature of the fused joint 
is accurately determined by the Physik-tech. Reichsanstalt, 
and the result accompanies the calibrated pyrometer. The 
data always refer to an arrangement whereby the connections 
between the thermocouple and the conducting wires are at 0°, 
while the fused joint of the couple is placed in the space 
whose temperature is to be measured. 

The resistance thermometer ^ is extremely convenient for 
measuring wide ranges of temperature. The electric resistance 
of pure metals increases with the temperature about 0.4% 
per degree (C.); but the temperature coefficient for different 
metals and also for different temperature intervals is by no 
means constant.^ If the temperature coefficient is known, 
for accurate purposes the resistance during the experiment 
can be measured with a Wheatstone bridge; for less accurate 
measurements it will often be sufficient to determine the ten¬ 
sion of the incandescent wire and the intensity in the current 
circuit, and to calculate the resistance according to Ohm’s 
law. Care must, however, be taken that the conducting wires 
connected with the wire whose temperature is being inves¬ 
tigated are practically without resistance. For showing the 
dependence of the resistance upon the temperature an equa¬ 
tion of the following form usually suffices: 


or 


w = a+U-\'Ct^, 


The values a, b, and c, or a, /?, and r are given in the tables. 
Pyrogenic reactions, whose course remains the same within 


^ Holbom and Wien, Wied. Ann. 56, 383 (1895); 59, 213 (1896). Cal- * 
lendar, Phil. Mag. 32, 104 (1891). 

* Landolt-Bomstein, Physik.-Chemische Tabellen, 


I 
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larger temperature intervals, permit of a further simplification, 
naturally at the cost of accuracy. If we make 

in which the range of the respective temperature must be con¬ 
sidered in the choice of then 

a-Wo 

OL is for iron about 0.0045, for nickel 0.0036, for platinum 
0.0033, and for platinum-iridium (20% iridium) 0.00105, all 
metals in wire shape. This approximate determination is 
convenient, even if pyrogenic reactions are brought about by 
the wire itself, whereby an accurate determination of reaction 
temperature often becomes illusory for the most .various reasons.^ 

3. Arrangements. 

Little can be said about the arrangements to be chosen for 
the pyrogenic reactions of organic bodies. Both the spark 
discharge and the luminous arc can be produced in fluids or 
molten substances. Lob,^ in decompositions with the luminous 
arc, employed a small flask with three tubulures, about the 
shape and size of the boiling-vessel employed in Beckmann’s 
method for determining molecular weights. Each of the two 
side tubes of equal dimensions supports a thin carbon rod 
passed through the perforation of a tightly fitting stopper, 
so that the electrodes in the inside of the vessel are at an angle 
to one another. The centre tubulure supports a return con¬ 
denser to which is attached an arrangement for collecting the 
generated gases. By regulating the volume of the liquid in 
the decomposition flask the luminous arc can at will be pro¬ 
duced in the liquid or its vapor. In the latter case the sub¬ 
stance is heated to boiling and the circuit closed as soon as the 
air in the apparatus is displaced by the vapor. 

^ Lob, Ztscbr. f. Elektrocheiaie 7, 903 (1901). 

* Ber. d. deutsch. chem. Geselbch. 34, 915 (1901). 
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The degree of decomposition by the voltaic arc depends 
of course, to a great extent upon the chemical nature of the 
liquids and vapors in which the luminous arc is produced- 
WMe ether, methyl alcohol, ethyl alcohol, glacial acetic acid, 
and other aliphatic fluids and their vapors are subject to decom¬ 
positions with very trifling charring, and give products which are 
chemically closely related to the products started with, benzene, 
toluene, nitrobenzene, aniline, naphthalene, phenol, and other 
members of the aromatic series are destroyed, and considerable 
charring results. 

For this reason the method worked out and employed by 
Lob,^ replacing the luminous arc by metallic and carbon re¬ 
sistances, proves in general to 
be more suitable for the pur¬ 
pose of obtaining pyrogenic re¬ 
actions of organic substances. 

A round flask with a long 
neck is closed with a thrice- 
perforated stopper. Two small 
glass tubes with strong platinum 
hooks sealed in the lower ends 
are passed through the two side 
perforations; a little mercmy 
forms the connection between 
the hooks and the conducting 
wires leading in. Or, strong 
wires bent into hooks at one end 
Fig. 8.—^Electropyrogenizer. ^re directly stuck through the 

stopper, which can be done with¬ 
out injuring the tight fit. The incandescent wire, a metallic wire 
of about 0.2 mm . diameter, is fastened to the hooks by wrapping 
it around or hooking it on. A return condenser is placed m 
the centre perforation. Lob, when making decompositions in a 
perfectly air-tight apparatus and imder diminished pressure, 
replaces the stopper by a ground-glass stopper in which the 



* L8b, Ztschr. f. Elektroehemie 7, 904 (1901); 10, 505 (1904), 
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small tubes with platinum hooks are sealed in. The return 
condenser, which serves as an internal cooling apparatus, 
is attached to the side; another glass tube sealed in the wall 
of the flask (not shown in the figure) serves for admitting air, 
or for the passage of other gases for special purposes (see 
Fig. 8). This apparatus is particularly adapted for pyrogenic 
reactions of high-boiling substances in a partial vacuum. The 
substance is placed in the round bulb. Direct heating converts 
it into vapor, which, after the air has been removed, is per¬ 
manently in contact with the incandescent wire. 



CHAPTER II. 


the spark discharge and the voltaic arc. 

1. The Spark Discharge. 

It is well known that most of the gaseous hydrocarbons of 
the aliphatic series when exploded with an excess of oxygen are 
converted into the end-products of combustion, carbonic acid 
and water. This fact is made use of in quantitative gas analysis. 
The combustion is often not complete; intermediate products 
can be obtained if we start with hydrocarbon derivatives instead 
of the hydrocarbons themselves. 

Berthelot gave a comprehensive exposition of the results 
known at that time on the effect of the spark discharge upon 
the formation and decomposition of carbonic acid and hydro¬ 
carbons and the herewith occurring equilibrium phenomena 
(Berthelot, Essai de M6canique Chimique II, 336-362, Paris, 
1879). 

Methane. —^The induction sparks decompose this substance 
into carbon and hydrogen (Hofmann ^ and Buff), which fact 
Dalton had already observed. 

Berthelot 2 obtained hydrogen, carbon and acetylene. If 
the latter is continually gotten rid of, the greater part of methane 
can be converted into acetylene, otherwise the latter is decom¬ 
posed and changed in a complex manner. 

Methane is also produced by the reaction of carbon monoxide 
with hydrogen under the influence of the induction spark 

‘ Lieb, Ann. 113,129 (1860). 

*Ibid. 123,211 (1862). 
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(Brodie ^), a fact which explains the formation of hydrocyanic 
acid from carbon monoxide, hydrogen, and nitrogen, as will 
be mentioned further on. 

Ethylene is decomposed by the spark discharge into its 
elements (Dalton, Hofmann, and Buff 2 ). According to Wilde,^ 
acetylene is first formed, and is then decomposed into its 
elements. Besides, according to Th6nard and Berthelot,^ a 
fluid and solid product are produced. 

W. G. Mixter^ has.recently investigated the combustion 
phenomena of several hydrocarbons by means of a weak electric 
spark discharge, and has proven among other things that 
ethylene can also yield acetic acid besides carbonic acid. The 
pressure under which the gases react is important for the course 
of the experiment. Mixter sought to determine the relative 
reaction velocities as compared with that of an oxyhydrogen 
mixture, under equal conditions. 

Acrolein, CHsiOH-CHO, according to E. von Meyer,® is 
formed when ethylene with an excess of oxygen is exploded in 
a eudiometer. 

Fomiic Acid.—^Wilde ^ found that the action of the electric 
spark on gaseous mixtures of oxygen and alcohol, hydrogen and 
carbon dioxide, and methane and carbon dioxide, produced 
formic acid. In the first and last mentioned of these mixtures 
acetic acid is also formed. 

Acetylene.—The spark acts, as already mentioned, by 
reason of its high temperature which, according to Berthelot,® is 
sufficient to produce acetylene from a noixture of carbon disul¬ 
phide and hydrogen, sulphur being precipitated. 


' Lieb. Ann. 169, 270 (1873). 

’Ibid. 113, 129 (1860). 

» Ztschr. f. CLemie 2, 735 (1866). 

‘ Traits de M^canique chimique II, 350 (1879). 

' Ann. Joum. of Sc. [4] 4, 51 (1897); Jonm. Chem. Soo. 73, 246 (1898); 
Proceed. Chem. Soc. 39 (1898). 

' Joum. f. pcakt. Cheniie [2] 10, 113 (1874), 

’ BiiH. soc. chim. [2] 5,267 (1866). 

• Tommasi Trait4 d’Electrochimie 715 (1879). 
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Hydrocyanic Acid. — Berthelot^ obtained this substance 
by passing the electric spark through a mixture of acetylene and 
nitrogen. The acid is in fact frequently produced in far- 
reaching decompositions by the electric spark; thus from a 
mixture of ethylene or aniline vapor with nitrogen (Berthelot i), 
from a mixture of acetylene with nitric oxide (Huntington 2 ), 
■ammonia with benzene, or ether and nitrogen (Perkin 3), etc. 
The reactions are also in a certain sense reversible. Hydrocyanic 
acid is readily split up by the current (Gay-Lussac ^), and in the 
presence of hydrogen (Berthelot ®), into acetylene and nitrogen. 

The union of acetylene and nitrogen to hydrocyanic acid 
takes place rather smoothly if the easy decomposabihty of 
acetylene is lessened by dilution with hydrogen, as was already 
done by Berthelot.® His experiments were recently again 
taken up by Gruszkiewicz.^ The electrodes were blackened by 
a deposition of carbon except with a maximum content of 
acetylene of 5 per cent, by volume (composition of tne gas 
mixture-: 5 per cent, acetylene, 5 per cent, nitrogen and 90 per 
cent, hydrogen). 

Gruszkiewicz obtained better results by using a mixture of 
carbon monoxide, hydrogen, and nitrogen. He found that the 
proportion of the components was essentially decisive for the 
yield and the reaction velocity. A mixture approximately cor¬ 
responding in composition to that of water gas, Dowson gas, 
generator gas, etc., gave encouraging results. Thus, if 3 liters 
of a gas mixture of 54.62 per cent. CO, 24.88 per cent. N 2 , and 
20.50 per cent. Ha were permitted to flow for an hour through 
the space through which the sparks were discharged, then about 
12 ce. hydrocyanic acid were obtained. Carbon dioxide, hke 
carbon monoxide, is reduced by hydrogen in the spark dis- 


■ BuU. soc. chim. [2] 13, 107 (1869). 

2 D. R. P. No. 938.52 (1895). 

® Jahresb. f. Chemie. 399 (1870). 

* Ann. chim. phys. 78, 245 (1811); Gilberts Ann. 1811. 
® Bull. soc. chim. [2] 13, 107 (1869). 

® Trait4 de M4canique chimique II, 355 (1879). 

’ Ztschr. f. Elektrochemie 9, 83 (1903). 
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charge, and changed, by uniting with nitrogen, into hydrocyanic 
acid. The reaction can be shown in the equation, 

2C0+3H2 + N2=2HCN+2H20; 

or, 2 C 0 + 6 H 2 = 2 CH 4 + 2 H 20 

2CH4+N2=2HCN+3H2. 

Cyanogen shows the same easy decomposability as hydro¬ 
cyanic acid. Both Berthelot ^ and Hofmann and Buff ^ ob¬ 
served that cyanogen was decomposed into its elements by the 
action of the electric spark. The least trace of water in the 
gas caused the formation of hydrocyanic acid and acetylene. 

The observation of Morrens,® who claimed to have obtained 
cyanogen in an atmosphere of nitrogen by passing the induction 
spark between two carbon electrodes, is therefore incorrect. 
The decomposition of cyanogen by the action of the electric 
spark has, moreover, been noted by Davy, and by Andrews 
and Tait.^ 

Ethyl Alcohol.—^In an atmosphere of ethyl-alcohol vapors, 
M. Quet ® and Perrot ® obtained, besides some carbon, a sub¬ 
stance which exploded on being heated, the chemical nature of 
which they were unable to determine. The liquid became acid 
but Perrot foimd that no water was formed in the decomposi¬ 
tion of the alcohol; he was also unable to prove the presence 
of carbonic acid gas. Melly ^ and Lommel ® made similar ex¬ 
periments, the latter employed a Holtz machine. The gas 
escaping in the decomposition of the alcohol probably contains 
acetylene and ethylene. 

Ethyl Ether.—According to Wilde’s ® experiments, ethyl 
ether, under reduced pressure, also yields ethylene besides other 

^ Compt. rend. 82, 1360 (1876). 

2 Lieb. Ann. lU, 129 (1860). 

® Compt. rend. 48, 342 (1859). 

* Joum. Chcm. 8oc. 13, 344 (1861). 

5 Compt. rend. 40, 903 (1858). 

« Ibid. 40, 180 (1858); 47, 351 (1859). 

^ Tommasi, Trait6 d^Electrochimie, 724 (1879). 

«Ibid., 725 (1879). 

® Ztschr. f. Chemie 2, 735 (1866). 
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gases, and a deposition of carbon. Truchot ^ observed methane 
and hydrogen besides the ethylene. Perrot,^ by the action of 
bromine upon the gases obtained by the action of the electric 
spark, was able to isolate a liquid, CsHsBrs, boiling at 135*^- 
140°, and isomeric with tribromJiydrin. Klobukow,^ by heat¬ 
ing ether vapor to 250°-300° and passing the spark through 
the latter, obtained carbon monoxide, hydrogen, methane, ethyl¬ 
ene, and acetylene. 

Acetone. —Wilde ^ investigated the action of the electric 
spark on acetone vapor in a Torricelli vacuum. Acetylene was 
formed in the gas mixture and carbon was deposited on the 
sides of the vessel. 

Formic Acid, on the contrary, does not yield acetylene 
(Wilde). Nor could he prove the presence of this gas in the 
decomposition of acetio acid. 

Methylamine. —-The electric spark, when passed through 
methylamine vapor by Hofmann and Buff,^ gave primarily hydro¬ 
gen and methylamine hydrocyanide; further action brought about 
complete decomposition, tarry substances being deposited. 

Trimethylamine was investigated by the same authors. It 
also is completely broken up, tarry products being formed. 

Ethylamine. —Hofmann and Buff obtained tar-like products 
and a non-alkaline gas having an odor like that of ethyl cyanide. 

The experiments carried out on the behavior of compounds 
of the aromatic series when subjected to the electric spark have 
so far given very few results. 

'Benzene. —Destrem® investigated the action of the induc¬ 
tion spark between two platinum points on benzene, and ob¬ 
tained a gas mixture of acetylene and hydrogen, while the liquid 
contained diphenyl and a crystalline substance which was not 
closely investigated Benzene vapor, under reduced pressure, 

^ Compt. rend. 84, 714 (1877). 

^ Ibid. 46, 180 (1858). 

® Journ. f. prakt. chemie [2] 34, 126 (1886). 

* Bull. soc. chim. [2] 5, 267 (1866). 

* Lieb. Ann. 113,129 (1860). 

® Bull. soc. chim. 42, 267 (1884). 
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is decomposed by the electric spark, likewise producing acetyl¬ 
ene (Wilde 2 ). 

Toluene.—Destrena ^ obtained from toluene, as from ben¬ 
zene, acetylene, and hydrogen. The liquid contained, besides, 
diphenyl, a soHd substance which was not further investi¬ 
gated. 

Naphthalene.—^Wilde^ also investigated the behavior of 
naphthalene vapor under reduced pressure when subjected to- 
the action of the induction spark. He obtained a gas mixture, 
containing acetylene. 

Aniline.—Destrem^ investigated the action of the electric 
spark from an induction apparatus on aniline vapor, and 
observed a decomposition into acetylene, hydrogen, hydro¬ 
cyanic acid, and nitrogen. 

Pyrogenic reactions of organic compounds with the “ electric, 
flame,” (flaming discharge) as produced at a lower tension and 
higher intensity than required for the production of the spark 
(at about 2000-4000 volts and 0.05-0.15 amp.) have not yet 
been carried out. 

According to the investigations of W. Muthmann and H.. 
Hofer,'^ interesting results are also to be expected in its appli¬ 
cation to organic compounds. 


2. The Voltaic Aec. 

As already mentioned in the introduction, the enormously 
high temperature of the luminous are is only apphcable in 
certain cases to organic compounds. 

Several reactions have, however, become of fundamental, 
theoretical and practical importance; for instance, Berthelot’s 
acetylene synthesis, the preparation of carbides, and some 
other processes. 


^ Bull. soc. oMm. 42, 267 (1884). 

2 Ibid. 5, 267 (1866). ' 

®1. c., see also Jahresb. f. Chem. 272 (1884). 

* Ber. d. deutsch. chem.Gesellsch. 36,438 (1903). 
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Acetylene. —Berthelot^ showed that carbon and hydrogen 
combined to acetylene on passing the voltaic arc over carbon 
points in an atmosphere of hydrogen. The synthesis of acety¬ 
lene from its elements first made possible the complete syn¬ 
thesis of a whole series of organic compounds. Acetylene, as 
is well known, is produced by the decomposition of many 
organic compounds at high temperatures. Bredig ^ thus 
obtained acetylene, besides other hydrocarbons, when he pro¬ 
duced the luminous arc in liquid petroleum. 

The Metal Carbides.—These are of great technical and scien¬ 
tific importance. They have been repeatedly and thoroughly 
described, hence a reference to various works upon this subject 
will suffice here.^ 

Bolton 4 succeeded in combining chlorine and carbon. He 
employed the voltaic arc between carbon electrodes in an at¬ 
mosphere of chlorine. Perchlorethane is principally produced; 
hexachlorbenzene is formed in lesser quantity. As both of these 
chlor-hydrocarbons are produced by the complete chlorination 
of carbon tetrachloride, Bolton assumes their intermediate 
existence; the intermediate occurrence of gaseous or flmd 
compounds like perchlorethylene does not seem improbable. 
Bromine and iodine appear to react analogously (Bolton 
experiments with the latter halogens yet await a scientific 
treatment. They would undoubtedly prove remunerative. 

Lob ® has made several other decompositions by means of 
the voltaic arc between carbon points. These were carried out 
with the following vapors and liquids: 

Methyl Alcohol yields formic acid, and also about 39 per cent, 
methane, 45 per cent, hydrogen, small quantities of carbonic 


‘Ann. chim. phys. [4] IS, 143 (1868); see also Berthelot; Essai de*M4- 
canique Chimique II, 332-336 (1879). 

^ Ztschr. f. Elektroohemie 4, 514 (1898). ' 

®Moissan, The Electric Furnace, Ahrens: Die Metallkarbide (Sammlung 
chemisch-technischer Vortrage), Stuttgart, 1896, Haber: Grundriss der teeh- 
nischer Elektrochemie, Mimchen und Leipzig, 1898. See also, “ Recent liter¬ 
ature on carbides,” Joinui. Am. Chem. Soc. 1904, p. 200.—^Trans. 

* Ztschr. f. Elektrochemie 8, 165 (1902); 9, 209 (1903). 

‘ Ber. d. deutsch. chem. Gesellsch. 84, 9l5 (1901). 
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acid, carbon monoxide, and acetylene. Formaldehyde is not 
formed. 

Glacial Acetic Acid yields about 35 per cent, carbon monoxide, 
26 per cent, hydrogen, 15.5 per cent, carbonic acid, and 12 per 
cent, saturated and 7 per cent, unsaturated hydrocarbons. 

Benzene. —The benzene is colored brown and is considerably 
charred; no substance could be isolated from the liquid. The 
escaping gas consists of 86-90 per cent, hydrogen as well as 
small quantities of saturated and unsaturated hydrocarbons. 

Naphthalene likewise yields chiefly hydrogen, the residue 
being greatly charred. 

Cyanogen is completely decomposed by the voltaic arc, as 
shown by Hofmann and Buff.i 

Cyanides. —The attempts to prepare cyanides by the direct 
or indirect union of nitrogen and carbon must be mentioned 
here; they are of importance particularly for the problem of 
utilizing atmospheric nitrogen. Since the reactions take place 
at a high temperature, we can also make use of electrically pro¬ 
duced heat, as suggested by Readmann; ^ but in his process— 
a mixture of oxides or carbonates of alkalies, or earthy alkalies,, 
with carbon is heated in the voltaic arc between two carbon 
points in the presence of nitrogen—electrolysis occurs as-an 
important factor. The conditions are similar in his attempts, 
undertaken with Gilmour,^ to prepare potassium ferrocyanide. 

‘ Lieb. Ann. 113, 129 (1860). 

» Eng. Pat. No. 6621 (1894). 

» Eng. Pat. No. 24116 (1892). 


















CHAPTER HI. 


THE UTILIZATION OF CURRENT HEAT IN SOLID 
CONDUCTORS. 

Methane. —Davy decomposed methane with an electrically 
incandescent platinum wire into carbon and hydrogen, an 
effect which was also later obtained by Hofmann and Buff^ 
with an electrically incandescent iron spiral. 

Ethylene, according to the last named investigators,i hke- 
wise breaks down, under similar conditions, into its elements. 

Cyanogen.— Cyanogen also is completely split up by an 
incandescent iron wire into carbon and nitrogen. 

Haber ^ has made some experiments regarding the decompo¬ 
sition of several hydrocarbons in the electric furnace. The gas 
current was conducted through a glass or porcelain tube which 
was placed in an electrically heated tube of platinum, platinum- 
iridium, or carbon. 

Hexane. No considerable decomposition of hexane vapor 
occurs at about 600°; at 800°-940°, however, there were pro¬ 
duced the following percentages of gases, based on 100 per cent. 


of the vaporized hydrocarbon: 

Methane. 27.77% 

Olefines (ethylene).... 22.14% 

Acetylene. 1.00% 

Hydrogen.. 2.44% 

Benzene. 6.76-10% 

Carbon. 3-27% 

Tar. 29.22% 

> Lieb. Ann. US, 129 (1860). 


‘ Experimental-Untersuchungen iiber Zersetzung tind Verbrennung von 
.Kohlenwasserstoffen, 43-77 Munich (1896). 
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At a still higher temperature hexane is for the greater part 
converted into its elements. 

Trimethylethylene is split up at 930°-940° in the following 
manner. From 100 per cent, of material started with there 
were obtained. 

Methane. 27.72% 

Ethylene. 8.10% 

Hydrogen. 1.76% 

Gaseous by-products. .. . 4.46% 

Acetylene. 0.30% 

Carbon. 5.09% 

Benzene. 8.00-13.41% 

Tar. 33.71-39.12% 

The above figures represent percentages by weight. At 
1000° trimethylethylene is also extensively decomposed. 

Ethyl Ether.—For obtaining a slow combustion of the ether, 
Legler ^ passed a mixture of ether vapor and air over an elec¬ 
trically incandescent platinum wire and obtained a mixture 
of formic acid, acetic acid, formaldehyde, acetaldehyde, and 
hexaoxymethylene peroxide (CH20)603+3H20. 

Lob has recently carried out a great number of pyrogenic 
reactions and syntheses, employing the already ■ described 
arrangement (p. 242) with electrically incandescent metallic 
wires and carbon filaments. 

Methyl Alcohol.^—On employing a cherry-red incandescent 
iron wire, this substance yielded, besides formic acid and a 
little trioxymethylene, a gas mixture containing about 72 
per cent, hydrogen, 20 per cent, carbon monoxide, 6.5 per cent, 
methane, and traces of carbon dioxide. The figures represent 
percentages by volume, the same as below. 

Chloroform.3—This compound, when brought into contact 
with an incandescent wire of iron, nickel, platinum, or platinum- 
iridium heated to 850°-950°, is decomposed, there being formed 
perchlorbenzene (10%), perchlo rethane (12%,), and perchlor- 

‘ Ber. d. deutsch. chem. Gesellsch. 18, 3350 (1885). 

= Ibid. 34, 917 (1901). 

® Ztschr. 1 Elektrochemie 7, 903 (1901). 
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ethylene (30%). The figures refer to percentages by volume 
based on the original material. Much hydrochloric acid is 
also produced, and, after the passage of the gases through 
Avater, a small quantity of carbon monoxide. If a mixture of 
chloroform with water is subjected to a similar pyrogenic decom¬ 
position, a good deal of carbon monoxide is evolved. Its 
formation is to be explained by the intermediate presence of 
dichlormethylene. 

Chloroform and Aniline.^—The vapors of these two sub¬ 
stances, blown with steam against the incandescent metallic 
Avire, unite chiefly to triphenylguanidine, while decomposition 
products of chloroform alone, perchlorbenzene, perchlorethane 
and perchlorethylene, are present in considerably smaller quan¬ 
tities. The formation of triphenylguanidine is easily under¬ 
stood by supposing that dichlormethylene is intermediately 
produced. Phenylisoeyanide is primarily formed from this 
substance and aniline; the isocyanide- immediately takes up 
chlorine, which is derived from the accompanying process, 
3 C 2 CI 4 = CeCle+ 3 CI 2 , and unites further with the excess of aniline 
to triphenylguanidine; 

I. C6H5NH2+CCl2=C6H5NC+2HCl. 

II. C6H5NC + a2 = C6H5NCCl2. 

III. CeHsNCCla+ 2 C 6 H 5 NH 2 = CeHsNCCHNCeHgjs+2HC1. 

On the basis of these experiments Lob arranges the follow¬ 
ing scheme for the pyrogenic chlorofqrm decomposition, which 
affords a complete expression of aU the observed phenomena: 

CCI 3 H 


>CCl2+HCl 

i 

C2Cl4-f~, 


I 

CCl 

III 

CCl 

i 

CgCle. 


-fCl2 


^C2Cl6 


Ztschr. f. Elektrochemie 7, 903 (1901). 
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The arrows show the direction and the possible reversibility 
of the reactions; stable end-products are printed in heavy type. 

Carbon Tetrachloride^ —This compound, when decomposed' 
alone by an arrangement similar to that used for chloroform, 
gives off great quantities of chlorine; perchlorbenzene, perchlor- 
ethane (in very trifling quantity), and perchlorethylene are 
also produced. The presence of water in this case also increases 
the yield of carbon monoxide. Anihne leads to triphenyl- 
guanidine, some resin being also formed. 

The scheme of decomposition for tetrachlormethane is the 
following: 

ecu-^CCU+CL,^ 

i 

C2CU<-^__ 

I "^CgCle 

i ' 

cci / 

III -I-C 12 

CCI 

i 

Cede 

If air is blown simultaneously with the tetrachlormethane 
vapors against the incandescent wire, there is produced phos¬ 
gene, which is probably formed by direct oxidation of dichlpr- 
methylene: 

ccu+o^ccuo. 

Perchlorethylene 2 yields a gas mixture of chlorine and a 
little carbon monoxide, and also phosgene in the presence of air. 
The residue in the flask consists principally of perchlorbenzene 
besides traces of perchlorethane. Addition of water consider¬ 
ably increases the quantity of carbon monoxide. 

Chloral Hydrate,^ when subjected to pyrogenic decomposi- 


U. c. 

»1. c. 

’ Ztschr. f. Elektrochemie 10, 504 (1904). 
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tion alone or mixed with water vapors, breaks up in the same 
manner. The reactions are expressed in the following scheme; 

C CI 3 CHO-^ CCI 2 +CIHCO 

i \ 

C2CI4, 

I C 2 CI 6 HCl+CO 

CCl / 

III +C 12 
CCl , 
i 

CeCle. 

Besides the products observed in the decomposition of 
chloroform, carbon monoxide also occurs as a direct decomposi¬ 
tion product of the unstable formylchloride. 

Trichloracetic Acid is completely decomposed at higher 
temperatures into gases; Joist ^ could detect hydrochloric acid, 
chlorine, carbon monoxide, and carbon dioxide, besides traces 
of phosgene. The decomposition takes place, perhaps with the 
aid of moisture, as shown in the equation: 

2CCI3COOH+H2O = CI2 + 4HC1 + SCO + CO2. 

Phosgene is formed secondarily from chlorine and carbon 
monoxide. 

Acetyl Chloride breaks up (Joist 0 completely into approx¬ 
imately equal volumes hydrochloric acid, carbon monoxide, and 
unsaturated hydrocarbons (mostly ethylene). The reaction 
is expressed in the equation: 

2CH3COCI = 2HC1 + 2CO + C2H4. 

Bromoform splits off hydrobromic acid and some free bro¬ 
mine, and yields as chief product perbromethylene, also per- 
brom benzene (Joist ^). Hexabromethane occurs only in traces; 
this was to be expected on account of its easy decomposability 
into bromine and perbromethylene. Some carbon monoxide 


^ The experiments have not yet been published. Bonn (1904). 
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escapes. If the bromoform vapors are mixed with aqueous 
vapors the products remain the same; but no gas is evolved, 
and the water contains, besides hydrobromic acid, small quan¬ 
tities of formic acid. The following expresses the decomposition: 


CBrsH — 


CBr2+HBr 



d 

C2Br 2+Br2 

i • 

CeBrs- 


C2Br6 


Presence of water determines the reaction: 

CBr 2 + 2 H 2 O=HCOOH+2HBr, 
while with chloroform the reaction is 

CCl2 + H20 = C0-t2HCl, 

carbon monoxide being produced. 

Benzene, as is well known, is easily converted at high 
temperatures into diphenyl and complex hydrocarbons. Lob's ^ 
method is very well suited for preparing diphenyl on a small 
scale. Metalhc wires serve the same purpose as carbon filaments. 
Diphenylbenzene occurs as a by-product in small quantity. 

Nitrobenzene, blown in vapor form against the incandescent 
wire, decomposes violently, sometimes explosively, producing 
a charred mass and large quantities of nitric oxide. The reaction 
is moderated by diluting the vapors with aqueous vapor, but 
the obtainable products are so complex that their determination 
has not yet been accomplished (Lob 


’ Ztschr. f. Elektrochemie 8, 777 (1902)! 

’Ber. d. deutsch. chem. G«sellsch. 34, 918 (1901); Ztschr. f. Elektro¬ 
chemie 8, 775 (1902). 














258 ELECTROCHEMISTRY OF ORGANIC COMPOUNDS. 

o-Nitrotoluene.—Although the pure vapors of o-nitrotolu- 
ene behave hke those of nitrobenzene, o-nitrotoluene diluted 
with aqueous vapors yields anthranilic acid, in addition to a 
little o-cresol and salicylic acid and considerable resinous sub¬ 
stances (Lob ^). It is possible that anthranil is primarily formed 
from o-nitrotoluene, water being split off; the anthranil is then 
converted into anthranilic acid by the highly heated steam, 
just as by boihng with alkalies; 

/NO2 

CsHZ =C6H< I/O + H2O. 

^CHs ^CH 

The presence of salicylic acid must evidently be referred 
to the action of the hot aqueous vapors upon anthranilic acid: 

/NH2 /OH 

CeH/ -t-H20=C6H4< +NH3. 

\COOH \COOH 

Slight traces of ammonia could be detected. The o-cresol 
was evidently formed from o-nitrotoluene and aqueous vapor, 
with splitting off of nitrous acid. 

The material of the glower is mostly without any influence 
on the reaction. Platinum, platinum-iridium, nickel, iron 
and carbon gave qualitatively equal results; only copper 
wires are not applicable for the preparation of anthranilic 
acid. They primarily cause a reduction to o-toluidine and 
then complete combustion is brought about by the copper 
oxide which is formed. 

Aniline.2— This compound is colored brown, ammonia is 
split off and some gas evolved. Diphenylamine and car- 
bazole could be isolated. 

Diphenylamine.^— On conducting the. vapors of this sub-, 
stance mixed with those of chloroform over metallic glowers, 

^ Ztschr. f. Elektrochemie 8, 776 (1902). 

* Ber. d. deutsch. chem, Gesellsch. 34, 918 (1901); Ztschr. f. Elektro- 
chemie 7, 913 (1901). 
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diphenylamine combines with chloroform and gives a small 
yield of acridine. 

Benzyl Chloride, benzol chloride and benzotrichloride, when 
subjected like chloroform to pyrogenic decomposition, behave 
quite like the latter compound; a dissociation into hydro¬ 
chloric acid, or chlorine and phenylmethylene, or chlorphenyl- 
methylene, seems to occur first (Lob^). 

Benzal Chloride gives smoothly stilbene, with splitting off 
of hydrochloric acid; 

2 C 6 H 5 CH 2 CI -^2C6H5-CH+2HC1 

i 

CoHs-CH-.CHCeHs. 

Benzal chloride also splits off hydrochloric acid, but no 
chlorine; a mixture of a- and /?-tolane dichlorides results: 

2 CoHs ■ CHCI 2 -^ 2 C 6 H 5 • CCl + 2 HCI 

i i 

CeHs-CCl CeHs-CCl 

CgHs CCl ClC CeHg 

Benzotrichloride at first gives off chlorine, which does not, 
however, escape, but is absorbed by a part of the primarily 
formed tolane-dichlorides; these are thereby converted into 
tolanetrichloride and tetrachloride. 

2 C 6 H 5 • CCI 3 -^ 2 C 6 H 5 • CCl + 2 CI 2 


CeHgCCl CeHs-CCl 
CeHg • CCl-1 ClC-CsHs i 



CeHgCCl 

CgHgCCla 


CeHgCCla 

CgHgCCla 


‘ Ber. d. deutsch. cliem. Gtesellsch. 36. 3059 (1903); Ztschr. f. Elektro 
chemie 9, 903 (1903). 
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If a mixture of benzotrichloride and water is subjected 
to pyrogenic decomposition, the yield of tolane dichlorides, 
tri- and tetrachlorides is very small, although these substances 
do not entirely disappear. Benzaldehyde and benzoic acid 
become the chief products. The benzaldehyde is apparently 
the reaction product of chlorphenylmethylene with water, and 
the benzoic acid the oxidation product of the benzaldehyde by 
the intermediately occurring chlorine. Benzalchloride, in the 
presence of water, gives benzaldehyde; no benzoic acid is 
formed. 













CHAPTER IV. 


THE SILENT ELECTRIC DISCHARGE AND THE ACTION OF 
TESLA-CURRENTS. 

I. The Silent Electric Discharge. 

While the action of the induction spark upon organic 
bodies, gases and vapors is undoubtedly a thermic process, in 
the silent electric discharge the electric energy plays a more 
important part, either as such or in the form of radiant energy. 
In this case we are dealing with a constant passage of an electric 
current through gases. Even if the theory of the conduction 
in gases is still in its primitive stages, many phenomena already 
point to ionic formations or electron effects. The silent electric 
discharge takes place continuously between two conductors 
separated by a dielectric such as glass, or gases, if the poten¬ 
tial difference of the two conductors exceeds a certain value. 

In rarefied gases the discharge is accompanied by luminous 
appearances (glow discharges), which are often suited for in¬ 
vestigations in spectrum analysis; under ordinary pressure 
and in daylight the gases do not glow; but in the dark and with 
a sufficiently high tension, even without rarefaction, the glow 
occurs. 

The rise in temperature during the discharge is trifling; there¬ 
fore reactions which are brought about by the latter’s influence 
often assume a different r61e than those produced by the in¬ 
duction spark. In the latter case stable compounds are pro¬ 
duced, which is very natural, considering the high temperature. 
The formation of labile, often endothermic substances, is incited 
by the silent electric discharge. These substances are easily 
decomposed by stronger calefaction. The great value of these 
reactions for simple syntheses—as employed by nature in plants 
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for producing the labile conapoundS; which serve as plant nourish¬ 
ment, from the most stable products started with—lies in this 
property. This problem is extremely important. The syn¬ 
thesis of substances important for nature—the carbohydrates, 
albumens—^in the laboratory with our usual chemical resources 
is only a first step in the realm of actual synthesis. This will 
only be found when we can follow the paths which nature 
herself chooses in preparing her products. Her methods are 
undoubtedly much simpler than the artificial, chemical proc¬ 
esses that we must make use of in reaching the same goal. 
The whole primary material upon which we can base the 
formation of the most various substances of organic nature is 
the atmosphere—are carbonic acid, oxygen, nitrogen, and water. 
The synthesis of complex substances from these materials 
is known to take place under the influence of light rays and the 
absorption of energy. Such a transformation of a system of 
lower energy into one of higher energy usually occurs only at 
high temperatures. The silent electric discharge occupies a 
prominent place among the forms of energy which, like light, 
favor endothermic reactions at ordinary temperatures. 

Berthelot,^ in pointing to the nature of the reactions occur¬ 
ring under its influence, which are particularly similar to those 
of plants, advanced the following views: In clear weather there 
exists between two strata of air only one metre apart a potential 
difference of 20-30 volts which, in rainy weather, can increase 
to about 5O0 volts. Reactions can already take place under 
the influence of such tensions; thus at 7 volts a fixation of nitro¬ 
gen by carbohydrates can already occur; the decomposition 
of carbonic acid requires higher tensions. 

Opportunities for reactions on the surfaces of plants, by 
the formation of potential differences, are likewise continually 
present. In other words, Berthelot ascribes a leading part in 
natural syntheses to atmospheric tensions, which can neutralize 
one another in the form of invisible discharges (convective dis¬ 
charges) through thin strata of air acting like dielectrics. 


Compt. rend. 131, 772 (1900). 
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Even if this hypothesis does not seem to be scientifically 
well founded, it is nevertheless suitable for showing the im¬ 
portance of this but little investigated domain. 

We still know nothing of the consumption of energy in tlie 
reactions produced by the silent electric discharge. The spent 
energy can be easily determined by employing certain current 
conditions; it is difficult to calculate experimentally the utihzed 
energy; this is due to the insignificance of the obtained reac¬ 
tions and the simultaneously occurring heat quantities. 

The fact that Faraday’s law is not applicable shows that 
the reactions which are. caused by the discharge are not of a 
purely electrochemical nature. The chemical effect is usually 
larger than can be accounted for by the minimum quantities 
of electricity. As shown by the kind of reactions, thermic 
effects are also unlikely, although an influence of the tempera¬ 
ture produced by the discharge is always manifest. The suppo¬ 
sition is more probable that the invisible electric discharge, in 
which cathode and ultra-violet rays are present, introduces into 
the system great quantities of kinetic energy by the movement 
of electrons; this energy is then transformed into chemical 
energy. This kinetic energy would then have to be equivalent 
to the heat of formation of the occurring substances, taking into 
account the part directly converted into heat. Bichat and 
Guntz 1 have shown by a simple example, that of ozone, that 
the heat developed in the induction tube and calorimetrically 
measured, plus the heat of formation of the produced ozone, 
is equal to the calorific equivalent of the spent electrical energy. 

The actual efficiency of ozonizers is extremely small. With 
the best ozone apparatus and under the most favorable circum¬ 
stances only about 15 per cent, of the total energy can be 
utilized for the chemical reaction. 

a. Arrangements. 

The well known and variously shaped small ozonizers of 
Berthelot and Siemens are generally satisfactory for scientific 


' Ann. chim. phys. [6] 19, 131 (1890). 
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experiments. According to a recommendation of Losanitsch 
and Jovitschitsch the apparatus are suitably called electrizers.'' 

The principle employed in their construction is always the 
same. An air space or chamber, chosen as narrow as possible, 
exists between two conductors, either metals or electrolytes, 
which are connected with the terminals of an induction coiL 



Fig. 9. Fig. 10. 


The metals serving as electrodes are in most cases separated— 
electrolytes of course always—from the discharging chamber by 
thin glass walls. Suitable small tubes attached to the appara¬ 
tus afford means of ingress and egress for the gases or vapors 
to be acted upon. The space between the walls in the dis¬ 
charging chamber is of great influence (A. de Hemptinne ^). 

Some apparatus used by myself in experiments as yet un¬ 
finished may be mentioned here. The difference from former 
^ BuU. de PAcad. roy. de Belg. [3] 34, 269 
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constructions exists (in Fig. 9) in the constant production of 
the vapors in a flask with a ground-glass neck made to fit one 
end of the induction tube; the flask contains the reaction fluid. 
This apparatus has an arrangement for cooling the vapors and 
one for working under diminished pressure. In Fig. 10 the 
apparatus can be taken apart at the ground-glass connection b- 
in such a way that liquids, solids, and electrodes of various 
materials, especially for investigating catalytic effects, can 
be brought into it. The current connections with the outer’ 
coat is made in Fig. 10 by means of a' platinum loop a, fused 
into the side of the tube, in which is hooked the spiral electrode, 
of any kind of metal wire. 

Special attention in these experiments must be paid to the 
interrupter (rheotome ; platinum, and mercury circuit-break¬ 
ers and electrolytic ones are applicable. The former pos¬ 
sesses the disadvantage of great wear and tear, and in prolonged 
experiments requires frequent regulation. If kept clean, the' 
mercury circuit-breaker is very convenient. The Wehnelt 
circuit-breaker interrupts high current strengths very exactly, 
and, when suitably made, can be used both with alternating 
and direct currents. To save the consumption of platinum I 
construct the electrolytic interrupters by placing in front of a 
large carbon plate the point of a nickel wire 2 mm. thick as 
active electrode in a 2-3% sodium-hydroxide solution. Glass 
worms regulate the temperature with high current strengths. 
This simple and cheap arrangement has proven serviceable. 

b. Chemical Results. 

The action of the silent electric dischafge upon organic 
compounds takes its starting point in the observation that 
oxygen under its influence is polymerized to ozone. Although 
the work done in this field, which until recently was chiefly 
carried on by the French school, has not yet shown great prac¬ 
tical results, we need not doubt that these phenomena desqrve 


^ See also Leitfaden des Rdntgenverfahrens, published by Dessauer and 
Wiesner, Berlin, 1903. 
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the greatest interest and are closely related, as already em¬ 
phasized, to the fundamental questions of synthesis in general. 
Besides the experiments on the behavior of organic vapors, 
the observations which have been made on the synthesis of 
simple organic compounds from carbonic acid and carbon 
monoxide—substances which we are not accustomed to regard 
as organic—are of particular interest. The results so far obtained 
are mentioned below. We are mostly indebted to Berthelot’s 
investigations along this line of work. 

I. Carbonic Acid and Carbon Monoxide. 

Carbonic Acid.—Berthelot ^ observed the decomposition into 
carbon monoxide and oxygen. The reaction is reversible, an 
equilibrium occurs, in which, however, the partially ozonized 
oxygen converts carbon monoxide into carbonic acid and a 
solid carbon suboxide, C 4 O 3 , which Brodie ^ had already formerly 
observed. Carbon dioxide, under a pressure of 3-10 mm. 
mercury, splits up very rapidly and up to 70 per cent, into 
carbon monoxide and oxygen (Norman Collie ^J. 

Carbonic acid, in the presence of, water, is converted into 
formic acid and oxygen (Losanitsch and Jovitschitsch 4); the 
latter, partially ozonized, produces hydrogen peroxide. 

Lob ® showed that moist carbon dioxide also always yields 
carbon monoxide and only the latter forms the starting point 
for formic acid. The following reactions occur : 

1 . 2 C 02=2 CO + O 2 , 

2 . C0+H20=HC00H, 

3.3 02=2 03, 

4. H 2 O+ O 3=£[202 + 02 - 

‘ Essai de Mdcanique chimique 11, 377 (1879). 

’Ixjndon R. Soc, Proceed. 21, 245 (1873); Lieb. Ann. 169, 270 (1873). 

’.Joum. of the Chem. Soc. 465, 1063 (1901). 

* Ber. d. deutsch. chem. GteseUsch. 30,135 (1879). 

‘ Sitzuagsberichte d. niederrheinLschen Gesellschaft fiir Natur- u. Heh-' 
kimde (1903). 
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Carbonic acid and hydrogen, according to the experiments 
of Losanitsch and Jovitschitsch,^ also unite to form formic 
acid. 

Carbon Monoxide.—Considering the easy decomposability of 
carbonic acid with splitting off of carbon monoxide, the latter’s 
behavior is particularly interesting. According to Berthelot^ 
it breaks up into carbonic acid and the above-mentioned sub¬ 
oxide : 

5C0=C02+C403. 

Moist carbon monoxide, according to the concordant results 
of Losanitsch ^ and Jovitschitsch, of Lob and of Hemptinne,* 
yields formic acid. There are also always formed some car¬ 
bonic acid (Maquenne,® and Hemptinne) and hydrogen (Ma- 
quenne). The dimensions of the “electrizer,” particularly 
the distance of the walls between which the discharge occurs, 
are of special influence on the result (Hemptinne). 

The influence of the experimental conditions is shown in 
the action of the silent discharge upon a mixture of carbon 
monoxide and hydrogen. Thdnard, Brodie, and Berthelot ® 
found a solid body (C4H303)n; Berthelot also observed a little 
carbon dioxide, acetylene, and an olefine-like hydrocarbon. 
Losa,nitsch and Jovitschitsch obtained formaldehyde and 
its potymers; Hemptinne observed an oily liquid, without 
being able to say anything definite regarding the formation 
of formaldehyde. 

At any rate all these experiments are worthy of the most 
thorough study. If the assertion of Phipson® is correct, that 
in plants hydrogen peroxide first produces formaldehyde from 
the carbonic acid (C02 + H202 = CH20-|-03), the possibility of 


M. c. 

^ Essai de M^caniqxxe chimique II, 379 (1879). 

^ See note 5 on page 266. 

4 Bull, de TAcad. roy. de Belg [3] 3-1, 269 (1897). 
® Bull. soc. ehim. [2] 39, 308 (1883). 

® Essai de M4canique chimique II, 382 (1879). 

n.c. 

® Chem. News, 50, 37, 288 (1884). 
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the formation of sugar by polymerization is at once given. The 
well-knovm Bayer theory, of the formation of sugar in plants, 
in connection with the above-mentioned view of Berthelot on 
the importance of atmospheric tensions for the chemical re¬ 
actions of plants thus obtains new essential, and experimentally 
accessible, facts. 

Recent investigations of Berthelot' deserve the greatest 
attention exactly in this connection. He found: 

1 . Carbon monoxide and carbon dioxide condense with an 
excess of hydrogen to carbohydrates; 

n(C0 + H2) = C„H2„0„; 
n(C02+2H2) = C„H2„0n+nH20. 

2 . If only a httle hydrogen is present, complicated com¬ 
pounds rich in oxygen result. 

3 . In a mixture of carbon monoxide, carbon dioxide, hydro¬ 
gen, and nitrogen, the discharge produces nitrogen containmg 
compounds having the formula: 

(COH3Nj„, or (C0H3N).+nH20, 

which are comparable with hydrocyanic acid, and the com¬ 
pounds of the carbamide and xanth i ne groups. 

With an excess of carbon monoxide Berthelot finds sub¬ 
stances which seem related to parabanic acid. If water occurs 
in the reactions, ammonium nitrite is present. 

Berthelot’s observations are confirmed by the experiments of 
A. Slosse ,2 who, by subjecting a mixture of 1 volume carbon 
monoxide and 2 volumes hydrogen to the induction action in an 
ozonizer, obtained a crystalline, fermentable sugar which could 
have been formed from formaldehyde and methyl alcohol— 
both of which can be shown to be present—by the further 
action of the discharge: 

C0 + H2=CH20; 

CO-f 2 H 2 =CH 30 H. 


‘ Compt. rend. 126, 609 (1898). 

* Bull, de I’Aead. roy. de Belg. 35, 547 (1898). 








THE SILENT ELECTRIC DISCHARGE. 269 

Berthelot has published a paper ^ on the apparatus em¬ 
ployed in his experiments, the methods of the quantitative 
determinations, the influence of the conditions on the reaction 
velocity, and the dependence of the results upon the duration 
of the experiment. The latter is particularly important for 
the theoretical interpretation of the results. Simple, binary 
compounds are primarily formed which are secondarily poly¬ 
merized to complex compounds—similarly as in physiological 
processes, in which the assimilated substances, after being 
spht up into simpler substances for the purpose of nutrition, 
are again united to complicated compounds.^ 

Losanitsch and Jovitschitsch,^ by the action of the silent 
electric discharge upon a mixture of carbon monoxide rvith 
other gases, have also accomplished the following syntheses. 
They obtained: 

1 . From carbon monoxide and hydrogen sulphide : Formalde¬ 
hyde and sulphur, and thioformaldehyde and its polymers 
respectively, besides water, 

C0+H2S=HC0H+S; 

HCOH + HaS = FICSH+H 2 O. 

2 . From carbon monoxide and hydrochloric acid: The im- 
stable formylchloride; 

CO+HCl = HCOCl. 

3. From carbon disulphide and hydrogen: Hydrogen sulphide 
and carbon monosulphide: 

CSa+Ha-HsS + CS. 

4. From hydrogen sulphide and carbon monoxide: Carbon 
oxysulphide and carbon monosulphide: 

CS2+C0 = C0S+CS. ‘ 


‘ Compt. rend. 126, 561 (1898); 131, 772 (1900). 
H. c. 

® Ber. d. deutsch. chem. Gesellsch. 30,136 (1897). 
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5 . From carbon monoxide and ammonia: Formamide: 


CO+NH3-HCONH2. 


According to Slosse/ 1, vol. CO and 2 vols. NH 3 give a 
crystalline substance resembling urea. 

6 . From nitrogen and water: Ammonium nitrite: 

N2-f2 H20 = NH4-N02. 

In the further description of the results obtained in the 
realm of silent discharges we will first consider the behavior of 
single organic substances^ then that of mixtures. 

II. Hydrocarbons. 

Methane. —Aliphatic hydrocarbons^ exposed to the action 
of a high-tension discharge, yield hydrogen, a little acetylene, 
which in the course of the experiment can again disappear by 
polymerization, and polymerized hydrocarbons. From methane 
Berthelot ^ obtained the last-mentioned gases, a resinous hydro¬ 
carbon, and traces of a fluid possessing a turpentine odor. He 
found—in percentages by volume—from 100 CIi 4 : 105.2 H 2 , 
4.4 CH4, a solid hydrocarbon of the empirical formula CioHig. 

Methane and oxygen, according to Maquenne,^ yield formal¬ 
dehyde besides considerable formic acid. 

Methane and carbon monoxide, according to Losanitsch and 
Jovitschitsch,^ unite to acetaldehyde and its condensation and 
polymerization products; according to Hemptinne,^ aldehydic 
substances. 

Methane and carbonic add condense (Thenard and Berthe¬ 
lot 2 ) to an insoluble carbohydrate; Berthelot observed the 
presence of a trace of butyric acid. The residual ga‘ses con¬ 
tained a little acetylene and considerable carbon monoxide. 

^ Bull, de TAcad. roy. de Belg. 35, 547 (1898). 

^Compt. rend. 82, 1360 (1876); Traits de M4canique Chimique II, 
379 (1879). See also Compt. rend. 126,561 (1898). 

^ BuU. soc. chim. 37, 298 (1882). 

* Ber. d. deutsch. chem. GeseUsch. 30,135 (1897). 

* Bull, de TAcad. roy. de Belg. [3] 34, 275 (1897). 
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Methane and nitrogen in the mixture 100 CH 4 +IOO N 2 give 
117.7 H 2 , 3.4 CH 4 , 74 N 2 , and a solid body having approxi¬ 
mately the composition, C 8 H 12 N 4 fBerthelot 0- 

Ethane.—From pure ethane Berthelot, at the beginning 
of the experiment, obtained ( 1 . c.) a little acetylene and ethylene 
besides a resinous hydrocarbon. He found at the end of the 
experiment, from 100 C 2 H 4 ; 107.8 H 2 , 0.7 CH 4 , CioHig. The 
unsaturated hydrocarbons had become polymerized. 

Ethane and carbon monoxide yielded Hemptinne (1. c.) chiefly 
acetaldehyde, also some acetone: 

CH 3 • CH 3 + CO = CH 3 • CO -CHs. 

Ethane and nitrogen. —There were obtained from 100 C 2 H 6 + 
100 N 2 (Berthelot): 98.2 Ha, 3.0 CH 4 , 73.5 Na, C 16 H 32 N 4 . 

Ethylene.—100 C 2 H 4 gave 25.15 H 2 , 4.35 CaHe (C 8 Hi 4 )„ 
(Berthelot). In former experiments Berthelot had obtained a 
fluid (C 20 H 16 . 6 ) already observed by Thdnard. 

Ethylene and nitrogen. — 100 C 2 H 4 + IOO N 2 gave 28.6 H 2 , 
0.4 CaHe, 62.2 Na, C 16 H 32 N 4 . 

Propylene.—100 parts yielded: 34.2 H 2 , 0.7 CH 4 , C 15 H 26 . 

Propylene and nitrogen. —100 CaHe+lOO N 2 gave 17.8 H 2 , 
60.5 N 2 , C 16 H 28 N 4 . 

Trimethylene.— 100 C 3 H 6 -^ 37 . 3 He, 1.4 CH 4 , C 15 H 26 . 

Trimethylene and nitrogen. — lOOCaHe + lOO Na-^dl.dHa, 
1.6 CH 4 , 61.4 N 2 , Ci5H26N4. 

Acetylene.—100 C 2 H 2 —>• 1.8 H 2 , 0.8 C 2 H 4 , 0.08 C 2 H 6 , and an 
explosive substance. In the presence of hydrogen this sub¬ 
stance is partially absorbed by the acetylene. 

Acetylene and nitrogen. —100 CaHa-l-lOONa gave no hydro¬ 
gen and no hydrocarbon, but 88.6 N 2 and a solid substance, 
C 16 H 16 N 2 . 

Allylene.—100 C 3 H 4 —>3 Hs, (Ci 6 Hi 9 ) 2 . 

Allylene and nitrogen. — 100 C 3 H 4 + 100 H 2 —>• 82.2 N 2 , 
C 15 H 20 N 2 . 

In the experiments of Berthelot the gas analyses refer to 
the residual gas volume after the discharge has acted on the 


‘ Compt. rend. 126, 567 (1898). 
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gaseous mixture for 24 hours. The high molecular formulae 
give approximately the composition of the solid condensation 
products. 

Bertlielot^ thus summarizes his experiences as to these 
reactions: 

1 . The limit hydrocarbons C„H2n+2 lose 2 atoms of hydrogen 
per molecule. Solid hydrocarbons, most probably of a cyclical 
nature, are formed as polymerization products. 

2 . The olefines CnH2« also polymerize with loss of hydrogen. 
The solid products hereby formed, (C„H2n)m-H2, in which 
m equals 4 or 5, or a multiple of these values, remind one of 
the camphenes, so far as their composition is concerned. 
They certainly belong to the cyclical hydrocarbons. 

3 . The acetylene hydrocarbons, CnH2»-2, polymerize without 
loss of hydrogen. 

4 . All hydrocarbons take up nitrogen, forming probably 
cyclical polyamines; methane and ethylene hydrocarbons seem 
to give tetramines; and acetylene hydrocarbons, diamines. 

Benzene gave Hemptinne^ resinous substances, several 
hydrocarbons, a little acetylene, and hydrogen. 

Benzene and hydrogen easily unite under the influence of 
the discharge. Berthelot® found that 1 cc. benzene takes 
up 250 cc. hydrogen, i.e., about 2 equivalents, forming a 
solid polymeric hydrocarbon (CeHs)™. 

Benzene and nitrogen, according to ] 3 erthelot,^ form a 
polymeric condensation product, one part by weight of ben¬ 
zene taking up about 0.12 part by weight of nitrogen. The 
substance, on being heated, sphts off ammonia and seems to 
be a diphenylenediamine. Recently Berthelot ® has found that 
argon is also absorbed by aromatic compounds, especially by 
mercury phenide, forming a mercurargon phenide. Mercury 
methide, on the contrary, does not absorb argon, but if nitrogen 

' See also Jahrb. d. Elektrochemie of Nemst and Borchers, V, 202 et seq. 
(1899). 

* Ztschr. f. phys. Chemie 25, 298 (1898) 

» Compt. rend. 82, 1360 (1876). 

* Ann. chim. phys. IJ, 35 (1897). 

' Compt. rend. 129, 71, 378 (1899). 
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is simultaneously present, it condenses with this to a con¬ 
densation product of approximately the formula C 2 oH 34 ]Srs. 

Turpentine (CsoHie) unites with about 2.5 equivalents of 
hydrogen to a solid polymeric body.’- 

III. Alcohols. 

Methyl Alcohol.—According to Maquennethe vapor of 
methyl alcohol is decomposed by the silent discharge chiefly 
into methane and carbon monoxide; some hydrogen, ethylene, 
and acetylene and very little carbonic acid, are also produced. 
The quantity of hydrogen increases with increasing pressui’e 
(from 3-100 mm. mercury pressure), that of the other products 
decreases: 


Pressure, • 

3 mm. 

100 mm. 

CO. 

24.3 

19.6 

GO.. 

0.0 

. 0.0 

c'A+cdh . 

4.3 

0.9 

CH,. 

51.0 

30.7 

H,.'.. 

20.4 

42.8 


A decomposition is caused by a high temperature similar to 
that produced by the discharge. 

A.'Hemptinne subjected a large number of substances to 
rapid electric oscillations in an arrangement which, according 
to the method of Lecher,^ permitted an investigation of the 
influence of various wave lengths.^ He found that methyl 
alcohol ® at 15 mm. pressure and with weak oscillations gave: 


Undecomposed alcohol. 2.0% 

Carbonic acid. 4.2% 

Carbon monoxide... 30.4% 

Hydrogen. 30.5% 


Methane (and other hydrocarbons)... 32.9% 


^ Trait6 de Mdeanique chimique II, 382 (1879). 

» Bull. soc. chim. [2]37,298 (1882); 40,60 (1883). 
> Wied. Ann. 41, S.IO (1890). 

* Ztschr. f. phys. Chem, 22, 358 (1897). 

' Ibid. 2S, 284 fl898). 
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Stronger oscillations produced about the same effects. 
Hemptinne suggests the following three problematical equa¬ 
tions for explaining the reaction: 

L CH3OH-CH4 + O, 

the oxygen acts in turn upon the methane and forms CO 2 , CO; 
and H 2 O; while methane itself simultaneously breaks up into 
hydrogen and other hydrocarbons. / 

The following processes seem to him less likely: 

II. CH 30 H = C0+2H2; 

because the solid reaction product of hydrogen and carbon 
monoxide, which Berthelot found, is not present, and: 

III. CHsOH^CHs-fOH, 

with subsequent polymerization, since here the formation of 
large quantities of methane is difficult to explain. 

Owing to the present existing difiiculty of explaining the 
complex action of electric oscillations, I should like to here 
refer, but only by way of suggestion, to a further possibility 
which takes account of the polymerizing influence of the oscil¬ 
lations. It is imaginable that primarily two or several mole¬ 
cules of methyl alcohol become associated and yield a product 
which is broken up during the progress of the experiment. 
The decomposition products thus formed are then further 
effected by the influence of the oscillations. The total equation 
would then be the following: 

2 CH 3 OH = CH 4 +CO+H 2 + H 2 O. 

As some carbon dioxide is always formed from carbon 
monoxide and water, such a breaking up of the molecules would 
agree with the analytical results of Hemptinne. 

Ethyl Alcohol. —Maquenne ^ obtained a gas which possessed 


^Bul]. soc. chim, [2] 37, 298 (1882); 40, 61 (1883). 
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a strong aldehydic odor, and contained hydrogen, ethane, ethy¬ 
lene, acetylene, carbon monoxide, and carbon dioxide. He 
determined the following results for various pressures: 


Pressure. 

2 mm. 

110 mm. 

CO2. 1 . 

2.2 

0.0 

CO. 

11.0 

\ 

C2H2-f C2H4. 

14.0 

>• 14.8 


30.1 

• 19.8 

. 

42.6 

65.4 


Hemptinne ^ found: 


Undecomposed alcohol.3% 

Carbon dioxide. 2% 

“ monoxide. 22% 

Hydrogen. 25% 

Ethane and methane. 48% 


To prove the supposition of a decomposition: C2H5OH 
= C 2 HG + 0, Hemptinne added some phosphorus to the vapors, 
for immediately binding the oxygen occurring intermediately, 
He actually found a decrease in carbon monoxide and the 
hydrocarbons and a considerable increase in the quantity of 
hydrogen. Carbon dioxide was not present. On the con¬ 
trary, if oxygen is added directly to the alcohol vapor, the 
quantities of carbon mon- and dioxide and of the hydrocarbons 
increase considerably, while the quantity of hydrogen decreases. 
These phenomena, of course, do not prove the primary process, 
C2H5OH =C 2 H 6 +0, which is altogether unlikely. For the chief 
change occurs in the proportion of hydrogen to hydrocarbon 
(without P: 20% H 2 , 62 . 5 % OzHe + CH*; with P: 65 % Hz,' 
27% C2H6-I-CH4); it points to the influence of the medium 
upon the reaction velocity and the equilibrium, but does not 
permit a decision as to the course of the reaction. The explana¬ 
tion of these processes occurring with simple substances still 
requires a great deal of experimental work. 
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Absolute, fluid alcohol, according to Berthelot,^ breaks up 
slowly with evolution of hydrogen and ethane. Aldehyde is 
simultaneously produced and a complex hydrocarbon having 
perhaps the composition C„H 2 n. 

Hemptinne^ also investigated the following alcohols: 

Propyl Alcohol.—Result: 


Undecomposed alcohol. 2% 

Carbon monoxide. 16% 

Hydrogen. 37% 

Propane, ethane, and methane. 45% 


Isopropyl Alcohol breaks up, under similar conditions, in 
almost exactly the same way as the normal alcohol. 

AUyl Alcohol was.exposed for only a minute to electric oscil¬ 
lations; it 3 delded: 


Undecomposed alcohol. 35% 

Hydrocarbons, CnH 2 n. 35% 

Carbon monoxide. 10% 

Hydrogen, and other hydrocarbons... . 20% 


Glycerin. —The gaseous products formed are carbon dioxide, 
carbon monoxide, and hydrogen. 

Glycol gives carbon dioxide, carbon monoxide, hydrogen, 
and methane. 

Phenol is decomposed, splitting off a gasc omposed of car¬ 
bon mon- and dioxide and hydrogen. 

IV. Aldehydes and Ketones. 

Aldehydes and ketones were also investigated by Hemp- 
tinne.2 

Acetaldehyde gives carbon monoxide, hydrogen, and methane. 

Paraldehyde.— The gaseous products formed are carbonic acid, 


‘ Compt. rend. 126, 693 (1898). 


H. c. 
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hydrocarbons (CnH 2 «), carbon monoxide, hydrogen, and meth¬ 
ane. 

Propylaldehyde breaks up in a different manner than the 
isomeric allyl alcohol. The gas, separated from' the aldehyde, 
contained carbonic acid, methane, and ethane, hydrocarbons, 
CnB. 2 n, carbon monoxide, and hydrogen. 

Acetone, likewise isomeric with allyl alcohol, gives the same 
products as propyl aldehyde. As the quantity of carbon mon¬ 
oxide does not decrease in the presence of phosphorus, Hemp- 
tinne concludes that the following decomposition process occurs: 

CH3C0CH3 = C2H6+C0. 

According to Maquenne ^ acetone vapor is decomposed by 
the electric discharge into hydrogen, ethane, and carbon mon¬ 
oxide, a small quantity of acetylene and carbon dioxide being 
also formed. The quantity ratios are less dependent upon the 
pressure than in the case of methyl and ethyl alcohol: 


Preaflure. 

Trifling- 

100 mm. 

C(\ . 

1.1 

0.6 

CO. 

37.5 

42.1 

CA . 

4.3 

2.9 

CA . 

32.4 

30.0 

li . 

24.7 

24.4 


Glyoxal breaks up into carbonic acid, hydrocarbons (CnH 2 n), 
and hydrogen. 

V. Acids and Esters. 

Formic Acid.—Maquenne^ has investigated the action of 
the discharge upon formic-acid vapor under various pressures. 
He found carbon monoxide, carbonic acid, and hydrogen. With 
increasing pressure (2-100 mm. mercury) the quantity of 
carbon monoxide decreases, while the quantities of carbonic 


‘ BuU. soc. chim. [2] 40, 63 (1883). 
’ Ibid. 39, 306 (1883). 



















278 ELECTROaHEMISTRY OF ORGANIC COMPOUNDS. 


acid and hydrogen increase correspondingly. Hemptinne ^ ob¬ 
tained similar results. 

Formic Methyl Ester yielded the following gases (Maquenne ; 


Carbon dioxide. 8.1% 

‘ ‘ monoxide. 46.8% 

Ethylene. 0.5% 

Methane. 20.6% 

Hydrogen. 24.0% 

Formic Ethyl Ester gives (Hemptinne); 

Carbon dioxide. 13% 

“ monoxide. 42% 

Hydrogen. 25% 

Ethane and methane. 20% 


Acetic Acid.—Besides hydrogen, carbon mon- and dioxides, 
Maquenne “ also obtained methane, ethylene, and acetylene. 
With increasing pressure he found an increase in hydrogen and 
carbon monoxide, a decrease in-carbonic acid and hydrocarbons. 
Hemptinne observed similar results with his experimental 
arrangement. He accepts the following as the primary decom¬ 
position process, corresponding to that of the alcohols: 

C2H4O2 ~ C2H4 -(- O2. 

Hemptinne does this to explain the presence of large quantities 
of ethylene. 

Acetic Methyl Ester, according to Hemptinne, breaks up 
quantitatively almost in the same manner as the isomeric formic 


ethyl ester: 

Carbon dioxide. 11% 

“ monoxide. 47% 

Hydrogen. 20% 

Ethane and methane. 22% 


‘1. c. 

’ Bull. soc. chim. [ 2 ] 40, 64 (1883). 
• Ibid. 39, 306 (1883). 
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Propionic Acid gives carbonic acid, hydrocarbons (C„H 2 „), 
carbon monoxide, hydrogen, and saturated hydrocarbons. 

Glyceric Acid.—Although glycerin did not yield any hydro¬ 
carbons, there were obtained, on using glyceric acid, besides 
carbon mon- and dioxides and hydrogen, about 20 % methane. 

Glycollic Acid.—This acid, CH 2 OHCOOH, breaks up smoothly 
into hydrogen (70%) and carbonic acid (30%). 

Oxalic Acid splits off carbonic acid, carbon monoxide, and 
hydrogen. 

Benzoic Acid gives the same products. Hemptinne, who 
has investigated the last-mentioned acids, draws the conclusion 
from his observations that the molecule is burst by the influence 
of the electi'ic vibrations, whereby isomeric substances often 
give the same bodies, and sometimes various decomposition 
products. 

VI. Concerning the Binding of Nitrogen to Organic Substances. 

(Berthelot’s Investigations.) 

Alcohols and Nitrogen.^ 

Berthelot subjected weighed quantities of the alcohols and 
certain volumes of nitrogen to the action of the silent electric 
discharge. In most cases the action was limited to 24 hours 
(when it was continued for a longer period, an absorption 
of nitrogen no longer occurred). He obtained the following 
results 

Methyl Alcohol. — 0.0515 g. and 11.5 cc. N 2 were used. 
Composition of the resulting gas; H2=18.5 cc., CO = 0.9 cc., 
absorbed nitrogen: 9.4 cc. 

These values correspond to the process: 

CHaOH+iN-H; 

a body of the composition C 4 H 12 N 2 O 4 or [C 2 H(OH)NH 2 + H 20]2 
must therefore have been formed. This formula points to the 
formation of an amidine or its hydrate. 


^ Compt. rend. 126, 616 (1898). 
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The alcohol is also decomposed by itself, which could be 
proved by experiments of short duration in which no notable 
absorption of nitrogen had taken place. According to the gas 
analyses, the decomposition of the alcohol occurs as shown 
in the equations: 

2 CH 3 OH=CH 4 +CO 2 + 2 H 2 , 

CH 30 H+H 2 = CH4+H20, 
CH 30 H=C 0 + 2 H 2 . 

(Cf. the experiments of Hemptinne, p. 274.) 

The other alcohols behave analogously. 

Ethyl Alcohol. —There were employed 0.056 g. and 19.1 cc. 
N 2 . Gas obtained: H 2 = 26.8 cc., 002 = 0.2 cc., N 2 = 8.2 cc.; 
absorbed nitrogen, 10.9 cc. 

These values represent the reaction 

C2H5OH-H2+O.8N, 

from which (taking into consideration the alcohol decomposed 
without absorption of nitrogen) the formation of an amidine 
of the formula 

C4H8N2O2 = [C 2 H( 0 H) NH2]2 

results. 

ITonnal Propyl Alcohol. —Employed 0.082 g. and 19.6 cc. 
nitrogen. Gas obtained: H2=23.4 cc., 002 = 2.0 cc., 
00=0.2 cc., N 2 = 7.4 cc.; absorbed nitrogen, 12.2 cc. 

Process: C3H7OH-H2+N, 

from which the formation of the amidine, 

[03H2(NH2)H20]2 or [03H3(0H)NH2]2, 

is inferred. 

Isopropyl Alcohol shows the same ratios as the normal 
alcohol. 
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Allyl Alcohol.—Employed: 0.150 g. and 23.5 cc. Ns- 
Residual gas: H 2 = 6.8 cc., N 2 = 4.3 cc. Absorbed nitrogen, 
19.2 cc. 

Process: 3 C 3 H 50 Hh-N 2 -|H, 
from which is inferred the formation of the amidine, 

C9H16N2O3 =[C3H3(0H)]3(NH2)2, 

Phenol and pyrocatechin readily absorb nitrogen; pyrogallol, 
hydroquinone, and resorcin absorb the gas quite slowly. 

Ethers and Nitrogen.^ 

Ethylene Oxide.—100 cc. C2H4O and 115.5 cc. N 2 giver 
H2=5.5 cc., C 2 H 6 = 0.4cc., N2=10.1 cc. Absorbed nitrogen 
105.9 c.c. The formation of a body, 

[C2H4N20]„=[C20(NH2)2]n, 

is inferred; It could be considered as an isomer of a hydrate- 
of cyanamide. 

Methyl Ether.—100 cc. (CH 3)20 and 127.9 cc. 1^2 giver 
H 2 = 86 cc., N 2 = 65.6 cc. Absorbed nitrogen: 62.3 cc. 

The ratio of the elements which react is the following: 

(CH 3 ) 20 - 1 . 72 H + 1 . 25 N. 

The proportions are similar to those of the isomeric ethyl alco¬ 
hol, but in the case of methyl ether they indicate a mixture. 

Ethyl Ether.—100 cc. (C 2 H 5)0 and 141 cc. N 2 giver 
H 2 = 174.2 cc., N 2 =44.6 cc. Absorbed nitrogen: 96.4 cc. 

Ratio of the reacting elements: 

(C2H5)0-3.58H+N2. 

Ethyl ether therefore gives off twice as much hydrogen and 
absorbs twice as much nitrogen as methyl ether, which seems 
to point to a fixed ratio between the nitrogen compounds fcsmed 
and the molecular weight of the compoimds started with. 
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Aldehydes, Ketones, and Nitrogen.' 

Acetaldehyde. —Employed: 24 cc. CH 3 CHO and 22.8 cc. N 2 - 
Based on 100 cc. aldehyde^ there were obtained at the end 
of the reaction: H2==25.8 cc., £[ 2 == 59.6 cc. Absorbed nitro¬ 
gen: 35-4 cc. 

The ratio of the reacting elements is expressed by the 
formula 

C2H3.50No-35* 

The ratio also remains constant with an excess of nitrogen, 
iand leads to the reaction product 

C10H18N2O5, 

which, judging from its marked basic character, seems to con¬ 
tain amido-groups. 

Ethylene oxide, isomeric with this aldehyde, combines with 
five times as much nitrogen. 

Propyl Aldehyde.—A large excess of nitrogen being present, 
there were formed, based on 100 cc. O 2 H 5 CHO vapor: H 2 = 
43.6 cc., C02+C0 = 4 cc. Absorbed nitrogen: 66.7 cc. 

These quantities correspond to a product C 9 H 16 N 4 O 3 , in 
which there are likewise supposed to be several amido-groups. 

Acetone. —By employing an excess of nitrogen, there were 
formed, based upon 100 cc. CH 3 COCH 3 vapor: H 2 = 33.3 cc. 
Absorbeci nitrogen: 89 cc. 

These relations are expressed by the formula 

[C 3 H(OH)(NH 2 ) 2 ]n. 

Allyl alcohol, which is isomeric with acetone, absorbs only 
one third as much nitrogen as acetone takes up and only half 
that taken up by propyl aldehyde. 

Methylal.—^With an excess of nitrogen there are formed 
from 100 cc. CH 2 (OCH 3 ) 2 : 112 = 71.1 cc., 002 = 4.4 cc., 
00=2.2 cc. Absorbed nitrogen: 128.9 cc. 


1 Compt. rend. 120^ 671 (1898). 
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Berthelot seems to refer the calculated composition of the 
reduction product 

CgHsNs, 6 H 2 O 

to polyamines having many hydroxyl groups and derived front 
the type (CHN) i-e., bodies which were obtained by him from 
carbon monoxide, hydrogen, and nitrogen by means of the 
silent electric discharge. 

The following experiments could not be carried out to the 
end of the reaction on account of the trifling vapor tension of 
the materials started with. 

Aldol takes up large quantities of nitrogen, giving off trifling 
amounts of hydrogen; paraldehyde behaves similarly. Trioxy- 
methylene, on the contrary, and formaldehyde solution absorb 
nitrogen only very slowly. 

Camphor takes up nitrogen, forming a basic body. 

Benzaldehyde, benzoin, cinnamic aldehyde, salicylic aldehyde, 
furfurol, and quinone, under the influence of the discharge, 
absorb nitrogen more or less rapidly. 

Glucose, cellulose (paper), and dextrine 1 can slowly take up 
nitrogen; likewise the humus substances obtained by the action, 
of concentrated hydrochloric acid upon sugar. 

Acids and Nitrogen.^ 

Formic Acid.—Since formic acid is easily split up by the silent 
electric discharge into carbon mon- and dioxides and hydrogen^ 
a noticeable absorption of nitrogen does not occur, but formic 
methyl ester, although being likewise fundamentally brokent 
up, takes up larger quantities of nitrogen. 

Acetic Acid.—This acid absorbs nitrogen, forming trifling:; 
quantities of ammonia and a product which, according to the 
analyses of the gases obtained by the discharge, is said to have 
the composition of an amine or amide (Berthelot). The be¬ 
havior of acetic methyl ester gives results which call to mind. 

^ Essai de M^canique chimique II, 388 (1879). 

2 Compt. rend. 126, 681 (1898). 
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those of acetic acid and methyl alcohol when each substance 
w subjected by itself to reaction with nitrogen. 

Other acids investigated were: 

Propionic acid, crotonic acid, benzoic acid, succinic acid, 
maleic and fumaric acid, phthalic acid, camphoric acid, glycollic 
acid, lactic acid, malic acid, tartaric acid, the oxybenzoic acids, 
pyroracemic acid, laevulinic acid, dehydracetic acid, and aceto- 
acetic acid (or its esters). 

All these substances (with the exception of fumaric and 
phthalic acid, which, under the experimental conditions, do 
not absorb nitrogen) take up more or less readily varying 
quantities of nitrogen. The m-oxybenzoic acid absorbs con¬ 
siderably less easily than its isomers. 

Nitrogen Compounds and Nitrogen.' 

Methylamine. — Hydrogen and nitrogen are split off, a 
solid product with alkaline reaction, and probably possessing 
the composition of hexamethylenetetramine, being formed. 

Dimethylamine absorbs nitrogen, splitting off water in ratios 
that likewise indicate the formation of hexamethylenetetramine. 

Tiimethylamine.—This substance, by absorbing a corre¬ 
spondingly greater quantity of nitrogen, also seems to lead 
to the same compound. 

Ethylamine does not react with nitrogen, but it gives off 
a quantity of hydrogen which indicates the formation of a 
.body homologous to hexamethylenetetramine. 

Normal Propylam i ne absorbs nitrogen and gives off hydro- 
:gen. The course of the reaction indicates the formation of 
tetramines, which are derived from methyl- and ethylamine. 

Iso-Propylamine shows the same behavior as the normal 
compound. 

AUylamine develops hydrogen, but neither absorbs nor splits 
off nitrogen. The reaction product has a strong odor of piperi¬ 
dine and perhaps the composition C9H15N3 or 01211201 ^ 4 . 


* Compt. rend. 126, 775 (1898). 
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Aniline, Methylaniline, Benzylamine, the Toluidines, Pyridine, 
and Piperidine take up nitrogen. Experimental, essential facts 
for determining the nature of the resulting products are 
lacking. 

Ethylenediamine. —The volume of this compound is rapidly 
increased by the action of the silent electric discharge. Hydro¬ 
gen is primarily developed, with some ammonia, nitrogen, and 
methane or ethane. Absorption of nitrogen and ammonia soon 
occurs, and hydrogen is spht off. In the second stage the 
formation of condensation products (polyamines) presumably 
predominates, while in the first period the decomposition of 
the material started with prevails. 

Propylenediamine behaves precisely like ethylenediamine. 

Phenylenediamine (m- and p-). Benzidine and Nicotine absorb 
very little nitrogen. 

Acetamide and Glycocoll absorb little nitrogen, and the 
quantity of the latter seems to depend upon the nitrogen ab¬ 
sorption capacity of the respective acids. 

Sulphocarbamide remains unchanged. 

Nitriles (acetonitrile, benzonitrile, tolunitrile, benzyl cya¬ 
nide) absorb nitrogen, the last three by direct addition without 
giving off another element, while acetonitrile gives hydrogen 
and some methane. 

Aldoxime (CHs-CHiN-OH) combines with nitrogen and 
splits off water. 

Phenylhydrazine is slightly decomposed, splitting off hydro¬ 
gen and nitrogen. 

Nitromethane is fundamentally broken up, presumably by 
internal oxidation, and with formation of condensed products; 
hydrogen, oxygen, carbonic acid, and nitrogen are developed. 

Nitroethane, unlike the last-mentioned compormd, absorbs 
nitrogen. The behavior of nitromethane corresponds to that 
of formic acid, and that of nitroethane to that of acetic acid. 

Nitrobenzene takes up little nitrogen. 

< The following substances were also investigated: 

Pyrrol, Indol, Indigotin, Azobenzene, and Albrunens, all ab¬ 
sorbing nitrogen. 
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Thiophene.—This compound imder the influence of the 
electric discharge absorbs as much as 8.6 per cent of its own 
w^eight of nitrogen, (C 4 H 4 S) 2 N being formed (Berthelot).^ 

The following conclusions can be drawn from Berthelot’s 
observations: 

1. All the investigated alcohols fix nitrogen, forming amido- 
like substances. 

2. The aliphatic alcohols thereby lose hydrogen (excepting 
allyl alcohol), an atom of nitrogen replacing a molecule of 
hydrogen. 

3. The loss of hydrogen is related to the behavior of the 
hydrocarbons, which form the basis of the alcohols, when the 
former are subjected to the same conditions. 

4. Phenols bind nitrogen in var 3 dng proportions, but without 
giving off hydrogen. 

5. The isomeric aliphatic alcohols behave alike. They 
thus differ from the three dihydroxybenzenes. 

6. All aldehydes bind nitrogen by forming condensation 
products. Amines or amides are produced. These are closely 
related to the ammonia derivatives of the aldehydes, particularly 
the glycosins, glyoxalines, and polyamines containing little 
hydrogen. 

7. Organic acids, just like the alcohols, aldehydes, and 
hydrocarbons, generally combine with nitrogen, but no hydro¬ 
gen, or but very little, is split off. Only phthalie acid and 
fumaric (contrary to maleic) acid do not absorb nitrogen. 

8. Most of the investigated nitrogenous compounds absorb 
an additional quantity of nitrogen, and polyamines, polyamides, 
and condensation products seem to be produced. Exceptions, 
which do not show this behavior of absorbing nitrogen, are: 
ethylamine, allylamine, phenylhydrazine, sulphocarbamide, 
ethylenediamine, and propylenediamine. Methylamine and 
nitr©methane even give off nitrogen; this is probably due to 
the low percentage of carbon. 

Aliphatic nitrogen-containing compounds in taking up 


’ Ann. chim. phys. 11, 35 (1897). 
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nitrogen lose about as much hydrogen as their corresponding 
hydrocarbons and alcohols. Compounds are produced whose 
cyclic character becomes more pronounced with an increasing 
number of carbon atoms in the original molecules. Exceptions 
to this rule are compounds rich in oxygen, like nitroethane and 
glycocoll. 

10. Cyclical compormds in absorbing nitrogen do not give 
off hydrogen any more than cyclical hydrocarbons and 
phenols. Piperidine, on the contrary, being a hydrated com¬ 
pound, loses hydrogen in absorbing nitrogen, just like aliphatic 
substances. 

11. All compounds taking up nitrogen by simple addition^— 
without giving off hydrogen—i.e., hydrocarbons, alcohols, alde¬ 
hydes, acids, and bases, when subjected to the influence of the 
silent discharge, yield substances which behave like amides or 
amines. Since the formation of these substances cannot, of 
course, be based upon a substitution of NH 2 , NH, or N in place of 
hydrogen, we must ascribe cyclic constitutions to the products 
obtained. 

12. The following table shows a comparison of polyamines 
formed from hydrocarbons, alcohols, and bases by reaction 
with nitrogen through the influence of the discharge. The 
formulae of the reaction products are not rational ones, but 
merely arranged in such a way that the quantities of the separate 
elements in the molecule always refer to four nitrogen atoms. 
This is done to express, in a comparable manner, the atomic 
relations between the elements in the polyamines. 


Composition, of Polyamines formed from 


Hydro¬ 

carbons. 


Alcohols. 


Methane Series 
Ethane Series 
Propane Series 
Allyl Series 


CieHa^N, 

C.5lLsN, 

CaoHiN, 


Primary. 


Secondary. 


Tertiary. 


C„H,.N„4H.0 

C„H«N„6H.0 




GeH„H, 

CeH,eN, 
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The following relations result from the tables: 

For an equal weight of nitrogen the condensation of the 
hydrocarbon residue combined with the nitrogen increases in 
the transition from derivatives of hydrocarbons to those of the 
alcohols, excepting the polyamines resulting from the methane 
series. This is very evident if the composition of the men¬ 
tioned hydrocarbon residues is referred to an equal number of 
carbon atoms. The same increase is found if we pass from 
the derivatives of the alcohols to those of the primary bases; 
excepting the compounds of the ethane series. This condensa¬ 
tion is twice as large with the products from diamines as with 
those from monamines. 

2. Behavior or Vapors towards Tesla Currents. 

A few remarks may be made here concerning observations 
in a realm which promises to become especially important for 
theoretical organic chemistry. It has been known for some 
time that highly rarefied gases or vapors, when subjected to 
the action of highly tensioned electric vibrations, become 
luminous. Hemptinne,i by using Tesla currents and organic 
substances, has recently taken up the subject of the relation 
between luminosity and chemical action and the dependence 
of the phenomena upon the pressure. He found that the 
luminosity of the various substances in the arrangement of Tesla 
is dependent upon the pressure. A perceptible decomposition 
occurs from the beginning of the luminosity. 

A connection exists between the pressure at which the 
light effects of organic substances begin and their molecular 
weights; but these relations have not yet been sufliciently 
explained. 

H. Kaufmann^ has made extensive investigations concern- 

‘Ztschx. f. phys. Chemie 22 , 358 ; 23 , 483 (1897); Bull, de I’Acad. roy de 
Belg. 11 , 775 (1902). 

’Ztschr. f. physik. Chem. 26,719 (1898); 27, 619 (1898); 28, 673 (1899); 
Ber. d. deutsch. chem. Gesellsch. 33,1725 (1900); 34, 682 (1901); 35, 473, 
.3668 (1902); 36, 561 (1903). 
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ung the luminosity of organic vapors under the influence of Tesla 
currents at atmospheric pressure. He was thus enabled to for¬ 
mulate a series of remarkable laws. 

His experiments were arranged in the following manner: 

The electric field in which the vapors are excited to lumi¬ 
nosity is produced by a Tesla transformer, on the inside of a some¬ 
what wide test-tube which has been converted into an ozonizer. 
The outer layer, 5 cm. high and consisting of thin sheet copper, 
is wrapped half way up around the test-tube; the outer layer 
has a narrow vertical slit for conveniently observing the inside 
of the tube. The inner coat, of mercury or tin, is placed in a 
small, narrow glass tube, which is kept rigid and exactly in the 
axis of the test-tube by a stopper closing the latter. The 
stopper also supports a return-condenser arrangement, usually 
a rising tube. The substances to be investigated are placed 
in a solid or liquid state in the test-tube, and the whole tube 
is then filled with vapor by vigorous boihng. 

Some unimportant changes in the arrangement, such as 
lowering the layers, etc., are made with very difiicultly volatile 
substances and such that readily char. 

The luminous phenomena in these ozonizers occur in the 
shape of more or less wide, colored bands of fight, mostly in a 
horizontal and radial direction. Non-luminous vapors either 
remain wholly dark or become,—this is oftener the case,— 
interspersed with green-colored sparks. The sparks very 
rapidly decompose the vapors, precipitating carbonaceous 
substances; the luminosity itself, on the contrary, produces 
only extremely trifling changes in the substances. 

The color of the luminous effects, in the majority of cases, 
is violet, with numerous gradations between blue and red, 
rarely yellow and green. 

The hitherto observed regularities refer to the vapors 
emitting the first-mentioned colors. We shall emphasize only 
a few points among the great number of observations: 

1. Aromatic substances usually possess an extraordinarily 
higher luminosity than aliphatic compounds. However, simple 
aromatic hydrocarbons like benzene, its homologues and benzene 
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derivatives, possessing two or more nuclei linked by aliphatic* 
residues, are either non-luminous or only sUghtly so. But- 
hydrocarbons containing two or more directly linked benzene 
nuclei like diphenyl, carbazol, and condensed nuclei like naph¬ 
thalene, anthracene, and phenanthrene show a brilliant violet 
luminosity. 

2. Substituents exert a powerful influence upon the light 
effects. The introduction of several hydroxyl groups into 
aromatic hydrocarbons of one nucleus produces luminous 
effects which do not occur with only one hydroxyl group in the 
molecule. The ammo-group always excites luminosity even 
in mono-nuclear hydrocarbons. The effect of the amino-group 
often enforces that of the hydroxyl group, thus aminophenols 
produce luminous effects which are often very intense. 

3. Acetyl, benzylidene, nitro-groups, the halogens, chlorine, 
and bromine, and the carboxyl group, on the contrary, con¬ 
siderably decrease the luminosity, sometimes completely. 

Kaufnaann seeks to employ these facts for obtaining an 
insight into the ring system of benzene. Instead of using the 
term “constitution,” he uses that of “condition,” and shows 
that in the luminous compounds the benzene nucleus is in an 
unstable condition, one in, which it is disposed to change into 
a quinone-hke structure. The condition of the benzene nucleus, 
determined by the chemical behavior of the ring, changes from 
substance to substance in the greatest variety. These condi¬ 
tions have possibilities which are represented by the Kekuld, 
the diagonal (Claus and Korner), and the Dewar formula with 
only one para-bond. The condition characterized in the first 
formula, according to Baeyer’s investigations, is fotmd in 
phloroglucin; the diagonal formula agrees excellently for phthalio 
acid; and the Dewar formula, for instance, for dimethyl-p- 
phenylenediamine. 

The conditions for most of the benzene derivatives differ 
from these three limiting conditions and assume- mostly an 
intermediate position which approximates more or less that of 
the one or other limiting condition. 
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The luminosity caused by the action of Tesla currents indi¬ 
cates that the ring of the respective substance exists in Dewar’s 
condition; the stronger the limiinosity the more pronounced the 
latter must be. 

The one para-bond in Dewar’s ring is unstable, and is char¬ 
acterized by the fact that it can easily be broken down, by 
o.xidizers; it thus differs from the three para-bonds of the two 
other formulae. 

4. In the aliphatic series Tesla currents are absorbed and 
converted into light by the vapors of aldehydes and ketones; 
the carbonyl group is the sole carrier of the luminosity. The 
latter disappears with derivatives of aldehydes and ketones 
which do not have the carbonyl group. The luminosity de¬ 
creases: Firstly, with increasing number of carbon atoms (intro¬ 
duction of methyl groups); secondly, with the entrance of a 
carboxethyl group; and thirdly, especially in the presence of 
a phenyl residue (benzaldehj'-de, acetophenone, etc., show no 
luminous effects). Ring ketones without a double bond be¬ 
tween carbon atoms can be luminous; such with double bonds 
cannot. 

Kaufmann explains the luminosity of aldehydes and ketones 
by the supposition that the carbonyl group, the carrier of the 
luminous effects in those substances* can occur in various states 
nr conditions, like the benzene nucleus. Only such bodies 
which have the atoms of the carbonyl group loosely bound 
and in a reactive state can show luminosity. Reactability 
and luminosity run parallel. The latter is, hence, present in 
aldehydes and ketones, but not in acids, acid anhydrides, esters, 
and amides, all of which contain the same group but in a con¬ 
dition of extremely trifling reactability; or, we can say, the 
atoms of this group are firmly bound. 

The luminosity of vapors under the influence of Tesla oscilla¬ 
tions is undoubtedly closely related to the constitution of the 
substances. It also seems true that a continuous transition 
from the non-luminous to the luminous vapors takes place, so that 
only quantitative, but no substantial, differences exist between 
















the conditions characterized by the luminosity. In order to- 
obtain a better understanding of the relations, it is necessary 
to measure these phenomena and, on the basis of quantitative 
determinations, to seek determinative connections, just as, 
for instance, has been done in the case of the conductivity of 
electrolytes. . ' . . . ^ 
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Diphenylamine and chloroform, 258 
Diphenylbenzene, 257 
Diphenylenediamine, 272 
Diphenylmethane, 205 
Diphenylthiocarbazide, 131 
Disulphide, acetyl,^ 85 
Ditliiocarbamic acid, 131 
Dithiondisulphides ,131 
Dithymoldiiodide, 201 
Ditolylamine, 195 
Dodecane, 93, 95 
Dodecanedicarboxylic acid, 115 
Dowson gas, 246 

Electric flame, 249 
i Electrode potential, 14 
Electrode processes, 18 


Electrodes, 18, 51 
Electrolysis of mixtures, 94 
Electrolytic processes, 10 
Electropyrogenizer, 242 
Endosmose, electric, 233 
Eosin, 201, 202 
Erythrite, 65 

Ethane, 59, 79,81,116, 271, 275, 276, 
278 

Ethane and carbon monoxide, 271 
Ethane and nitrogen, 271 
Ethanehexacarboxylic ester, 117 
Ethanetetracarboxylic ester, 108 
Ether, ethyl, 246, 247, 253 
Ethers and nitrogen, 281 
Ethoxybenzophenone, 206 
Ethoxybenzpinacoline, 206 
Ethyl alcohol, 59, 97, 247, 274 
Ethyl alcohol and nitrogen, 280 
Ethylamine, 57, 67, 121, 248 
Ethylamine and nitrogen, 284 
Ethylaminophenol, 223 
Ethylaniline, 215 
Ethyicrotonic acid, 108 
Ethyl cyanide, 248 
Ethyldioxysulphocarbonate, 131 
Ethylene, 81, 86, 106, 110, 116, 245, 
246, 247, 248, 252, 253, 256, 273, 
275 

Ethylene and nitrogen, 271, 278 
Ethylene cyanide, 82 
Ethylenediamine and nitrogen, 285 
Ethylenedihydroxylamine, 73 
Ethylenelactic acid, 98 
Ethylene oxide and nitrogen, 281, 
282 

Ethyl ether, 246, 247, 253 
Ethyl ether and nitrogen, 281 
Ethyl glycollic ether, 97 
Ethylhydroxylamine, 57 
Ethylideneimine, 67 
Ethylidene oxyethyl ether, 59 
Ethylidene phenylhydrazone, 67 
Ethylmalomc acid, 108, 114 
Ethylmethylacetic acid, 92 
Ethylphosphoric acid, 66 
Ethyl potassium diethylmalonate, 
107, 108 

Ethyl potassium dimethylmalonate, 
107, 108 

Ethyl potassium ethylmalonate, 107 
Ethyl potassium fumarate, 115 
Ethyl potassium glutarate, 113 
Ethyl potassium maleate, 115 
Ethyl potassium malonate, 103, 104 
Ethyl potassium methyhnalonate, 
107, 112 

Ethyl potassium oxalate, 105 
Ethyl potassium succinate, 112 
Ethyl propionate, 86 
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Ethyl pyrrolidone, 120 
Ethylsuccinic acid,^ 117 
Ethyl-sulphuric acid, 59, 60, 66 
Ethyltartaric acid, 117 
Ethyltetrahydroquinoline, 218 
Ethyltoluidine, 215 
Ethyltrithiocarbonic acid, 131 
Ethyl urea, 122 
Eugenol, 202 ^ 

Excess potential, 20, 27 
Experimental arrangements, 44 

Flaming discharge, 249 
Fiuor-albumens, 229 
Fluorescein, 201, 202 
Formaldehyde, 57, 58, 66, 67, 76, 
96, 97, 98, 99, 117, 157, 171, 251, 
253, 267, 268, 269, 270 
Formaldehyde and nitrogen, 283 
Formamide, 270 

Formic acid, 56, 63, 64, 65, 66, 68, 
69, 76, 77, 96, 97, 98, 99, 105-111- 
^ 117, 231, 245, 248, 250, 253, 257, 
266, 267, 270, 277 
Formic acid and nitrogen, 283 
Formic ester, 59, 78 
Formic ethyl ester, 278 
Formic methyl ester, 278 
Formic methyl ester and nitrogen, 
283 

Formyl chloride, 256, 269 
Foimylphenyl ether, 182 
Fulminuric acid, 109 
Fumaric acid, 115, 284 
Furfurol and nitrogen, 283 

Gallaminic acid, 214 
Gallic acid, 202, 214 
Generator gas, 246 
Glucose, 62, 68, 203 
Glucose and nitrogen, 285 
Glutaric acid, 112, 232 
Glutaric diethyl ester, 112 
Glyceric acid, 64, 98, 279 
Glyceric aldehyde, 64, 279 
Glycerine, 64, 276 
Glycocoll and nitrogen, 285 
Glycol, 63, 276 

■ 96, 97, 105, 279 
nitrogen, 284 
ler, 97 
7 

, 105 
, 64 
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Heptane, 95 
Heptylic acid, 93 
Heteroxanthine, 128 
Hexachlorbenzene, 250 
Hexachlorhexane, 90 
Hexamethylenetetramine, 67, 284 
Hexane, 88, 89, 101, 252 
Hexamethylethane, 92 
Hexaoxymethylene peroxide, 25^1 
Hexyleneglycol, 99 
Hydantoi'n, 122 
Hydracrylic acid, 99, 111 
Hydrastinine, 220 
Hydrazoanisol, 176 
Hydrazobenzene, 136-160-163 
Hydrazobenzoic acids, 183, 184 
Hydrazobenzoin, 203 
Hydrazo-compounds, 141 
Hydrazonaphthalenesulphonic acid, 
191 

Hydrazophthalic acid, 186 
Hydrazotoluene, 136, 168, 169, 171 
Hydrazoxylene, 171 
Hydroanthranols, 210 
Hydroanthraquinone, 210 
Hydrobenzoin, 203 
Hydrocarbons, 54, 133, 244, 270 
Hydrocinnamic acid, 213, 214 
Hydrocyanic acid, 121, 245, 246, 247, 
249 

Hydrocotarnine, 220 
Hydrohydrastinine, 220 
Hydrophenoketone, 232 
Hydrophenazone, 173 
Hydroquinaldine, 219 
Hydroquinoline, 218 
Hydroquinone 133, 201, 218, 231 
Hydroquinone and nitrogen, 281 
Hydroquinonecarboxylic acid, 133 
Hydroquinone ether, 200 
Hydroquinone-p-nitrodiphenyl ether, 
177 

Hydrouracyl, 123, 124 
Hydroxycaffeine, 127 
Hydroxylamine, 57, 145 
Hydroxyl-compounds, 57 
Hypoxanthine 127 
Humus substances and nitrogen, 283 

Imides, 118 

Indigo reduction, 216, 217 
Indigotin and nitrogen, 285 
Indol and nitrogen, 285 
Induline dyes, 196 
Iodine, 250 

lodonitrobenzene, 175 
Iodoform, 60, 72, 87, 119 
lodopropionic acid, 87 
Isethionic acid, 66 
Isoacetyl-o-aminophenol, 223 
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Isoamyl alcohol, 63 
Isoamylphosphoric acid, 66 
Isoamylsulphuric acid, 66 
Isoamylxanthate, 131 
Isobutylacetic ester, 112 
Isobutyl alcohol, 91 
Isobutylcresol, 201 , 

Isobutylene, 92 
Isobutyl isovalerate, 91 
Isobutylphenol, 201 
Isobutyl valerate, 91 
Isobutyl xanthate, 131 
Isobutyric acid, 87, 89 
Isobutyric aldehyde, 91 
Isobutyric isopropyl ester, 88 
Isoeugenol, 202 
Isohydrobenzoin, 203 
Isohexane, 89 
Isolauronic acid, 227 
Isonitroacetone, 74 
Isopropyl alcohol, (>3 70, 88, 89, 276 
Isopropyl alcohol and nitrogen, 280 
Isopropylamine, 73 
Isopropylamine and nitrogen, 284 
Isopropylpyrrolidone, 119 
Isopropylsuccinimide, 119 
Isopurons, 125, 126 
Isovaleric acid, 63, 90 
Itaconic acid, 115, 116 

Ketones, 66, 69, 276 
Ketones and nitrogen, 282 
Ketones, aromatic, 202 
Ketonic acids, 99 
Ketoximes, 72 

Lactic acids, 97,100 
Lactic acid and nitrogen, 284 
Ltevulinic acid, 100, 102 
L®vulinic acid and nitrogen, 284 
Laurolene, 226 
Lead diacetate, 81 
Lead tetracetate, 81 
Leucaniline, 195 

Maleic acid, 115, 284 
Maleic acid and nitrogen, 284 
Malic acid, 116 
Malic acid and nitrogen, 284 
Malonic acid, 106, 112, 231 
Malonic ester, 117 
Malonyl urea, 123 
Mandelie acid, 215 
Mannite, 65, 68 
Meconic acid, 220 
MeUogen, 64,121 
Mellitic acid, 120 
Mercaptans, 65 
Mercurargon phenide, 272 


Mercuric-iodide compounds of alco¬ 
hols, 62 

Mercury methide, 272 
Mercury phenide, 272 
Mesaconic acid, 116 
Mesitylene, 134 
Mesitylenic aldehyde, 134 
Mesityloxide, 70 
Mesoxalyl urea, 124 
Metanilic acid, 187 
Methane, 58, 81, 110, 244, 245, 

250, 252, 253, 270, 273, 276, 277^ 
278 

Methane and carbon dioxide, 270 
Methane and carbon monoxide, 270 
Methane and nitrogen, 271 
Methane and oxygen, 270 
Methanetricarboxylic acid, 117 
Methodics, 40, 235 
Methoxylglycollic acid, 97 
Methylacetate, 57, 79, 81 
Methylacrylic acid, 108 
Methylal, 57, 97, 282 
Methyl alcohol, 57, 83, 97, 111, 250, 
253, 268, 273 

Methyl alcohol and nitrogen, 279 
Methylamine, 57, 67, 195, 248 
Methylamine and nitrogen, 284 
Methylaniline, 194, 285 
Methylazobenzene, 189 
Methyl benzyl ether, 212 
Methylcaproyl, 95^ 

Methylcarbonic acid, 58 
Methyldesoxyxanthine, 128, 130 . 
Methyldiphenylamine, 195 
Methylene di-p-anhydroamidobeiusfi 
alcohol, 158 
Methyl ether, 79 
Methyl ether and nitrogen, 281 
Methylethyl-a-amino-^-naphthol, 22# 
Methylethylaminophenol, 224 
Methylethylketone, 74 
Methylethylketoxime, 73 
Methylethyl-/?-naphthomorpholone, 
224 


Methylethylpinacone, 74 
Methyl formate, 57, 81 
Methylglyceric ac^, 99 
Methylglycidic acid, 99 
Methylglyoxime, 67 ^ 

Methylhydroxylamine, 57 
Methylhydrocmnamic acid, 212 
Methylisopurons, 126 gf 

Methylmalonic acid, 108 Jr 
Methylmoimhine, 220 r 

Methyinapnthomorpholinej#^*224 
Methylnaphthomorpholobfe, 224 
Methyl oxide, 110 
Methyloxydihydropurins, 128 
Methyloxypurin, 128 
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Methylphenomorpholine, 224 
Methylphenomorpholone, 224 
Methylphenyl carbinol, 204 
Methylpiperylhydrazine, 192 
Methylpropylketone, 102 
Methylpurons, 126 
Methyl quinoline, 219 
Methylsuccinic acid, 113 
Methyl-sulphuric acid, 57, 65 
iVIethyltrimethylene urea, 122 
Methyluracyl, 122 
Methyluric acids, 126 
Methylxanthine, 128 
Methylxanthate, *131 
Michler’s ketone, 207 
Monobasic acids, 77 
Monobasic alcohol-acids, 95 
Monobasic ketonic acids, 95, 
Monobromacetone, 69, 71 
Monochloracetic acid, 85 
Monochloracetone, 69 
Morphine, 220 
Morpholines, 223 
Morpholones, 223 

Naphthalene, 134, 249, 251 
Naphthazarine, 191 
Naphthol, 154, 201 
Naphtholphentriazole, 190 
Naphthomorpholones, 223 
Naphthoquinone, 134 
Naphthylamine, 155, 167, 191, 195 
Naphthylenediamine, 191 
Nicotine, 285 

Nitranilines, 164, 166, 167, 177 
Nitriles, 118, 121, 215 
Nitriles and nitrogen, 285 
Nitroamines, 137, 165 
Nitroanaido-o-benzyl alcohol, 170 
Nitroacetanilide, 178 
Nitroacetophenone, 183 
Nitroacid-nitriles, 166 
Nitroanisol, 165,175, 176 
Nitroanthraquinone, 191, 210 
Nitrobenzaldehyde, 169, 172, 181, 

188 

Nitrobenzene: 

(1) General observations, 135-145 

(2) Reduction of, 145-163 

(3) Substitution products, 163-167, 

184,189,257 

(4) —and nitrogen, 285 
Nitrobenzeneazonaphthol, 190 
Nitrobenzeneazophenol, 190 
Nitrobenzeneazosalicylic acid, 190 
Nitrobenzenecarboxylie acid, 166 
Nitrobenzenesulphoiiic acidis, 156, 

183,186,189 

Nitrobenzoic adds, 172,183,188,189 
Nitrobenzoic esters, 184 


Nitrobenzonitriles, 186 
Nitrobenzophenone, 183 
Nitrobenzyl alcohol, 168, 171 
Nitrobenzylaniline, 172 
Nitrobenzylidenealdehydophenylhy- 
droxylamines, 182 
N itro-bitter-almond-oil-green, 181 
Nitroearboxylic acids, 137 
Nitrocinnamic acids, 185 
Nitro-compounds, aromatic, 135-193 
Nitrocumic esters, 185 
Nitrocyanacetamide, 109 
Nitro-derivatives, 56 
Nitrodiamidotolylmethane, 181 
N itrodiamidot riphenylmethane ,181 
Nitrodiethylaniline, 179 
Nitrodimethylaniline, 177, 178 
Nitrodimethyltoluidine, 179 
Nitrodiphenyl, 173 
Nitrodiphenylamine, 180 
Nitroethane, 57 
Nitroethane and nitrogen, 285 
Nitrogen, 246, 251 
Nitrogen and water, 270 
Nitrogen and carbon monoxide, 268, 
270 

Nitrogen and hydrocarbons, 271-273 
Nitrogen, binding of, to organic sub¬ 
stances, 279 

Nitrogen compounds and nitrogen, 
284 

Nitrohydroquinone, 133 
Nitroketones, 181 
Nitroleuco-bodies, 181 
Nitroleucomalachite green, 172 
Nitromalonamide, 109 
Ntromalonic acid, 109 
Nitromethane, 56 
Nitromethane and nitrogen, 285 
Nitromethylaniline, 178 
Nitronaphthalene, 190 
Nitronaphthalenesulphonic acid, 191 
Nitronaphthylamine, 190 
Nitronaphthyl ethyl ether, 191 
Nitrooxyanthraquinone, 191, 210 
Nitrophenanthrene, 192 
Nitrophenanthrenequinone, 192 
Nitrophenetol, 176 

Nitrophenols, 133, 136, 166, 175, 176 
Nitrophenyl ethers, 177 
Nitrotolyl ether, 177 
Nitrophenyltolylketone, 183 
Nitrophthalic acids, 186 
Nitropropane, 57 
Nitroprusside, sodium, 127 
Nitroquinoline, 193 
Nitrosoaldehydecopellidine, 193 
Nitrosobenzene, 135-163 
Nitroso-compounds, 134-163 
Nitrosodiethylaniline, 179 
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Nitrosodimethylaniline, 178 
Nitrosolupetidine, 193 
Nitrosopipecolines, 192, 193 
Nitrosopiperidine, 192 
Nitrosostyrol, 199 
Nitrosotetrahydroquinoline, 193 
Nitrosotrimethylpiperidine, 193 
Nitrotetraethyldiamidotriphenylme- 
thane, 181 

Nitrotetramethyldiamidotriphenyl- 
me thane, 181 

Nitrotoluenes, 136,141,164, 168-172, 
189, 258 

Nitrotoluenesulphonic acids, 173,186, 
187 

Nitrotoluic acid, 185 
Nitrotoluidines, 179 
Nitrotoluquinolines, 150, 193 
Nitrotolylamidophenylmethane, 172 
Nitroxylenes, 172 
Nosophen, 201 

Octane, 90, 95 
Octandion, 100,_ 102 
Octodecandi-acid, 115 
CEnanthylic acid, 93 
Olefines, 93 
Oleic acid, 94 
Opium, 220 
Orange II, 198 

Osmotic pressure, electrolytic, 26 
Osmotic theory, 26 
Oxalic acid, 65, 104, 110, 231, 232, 
279 

Oxalic esters, 105 
Oximes, 203 
Oxy-acids, 96 

Oxyamidoisophthalic acid, 186 
Oxyamidoquinoline, 193 
Oxyanthranol, 210 
Oxyanthraquinones, 210 
Oxyanthranilic acid, 184 
Oxybenzoic acids, 214 
Oxybenzoic acids and nitrogen, 284 
Oxybenzophenone, 207 
Oxybenzophenone-benzoate, 207 
Oxybenzpinacone, 207 
Oxybenzyl alcohol, 203 
Oxybutyric acids, 98, 99 
Oxycarbostyril, 185 
Oxycarboxylic acids, 214 
Oxycaproic acid, 232 
Oxydihydropurin, 128 
Oxydimorphine sulphate, 220 
Oxyphenanthrenequinones, 210 
Oxypropionic acids, 97 
Oxypunns, 128, 130 
Oxytrimethylene urea, 123 
Oxypyronedicarboxylic acid, 220 
Ozonizers, 263 


Parabanic acid, 122, 168 
Paraldehyde, 276 
Paraldehyde and nitrogen, 283 
Peat, 233 

Pelargonic acid, 93 
Pentenecarboxylic ethyl ester, 114 
Perbrombenzene, 256 
Perbrommethylene, 253 
Percarbonic acid, 77 
Perchlorbenzene, 253, 254, 255 
Perchlorethane, 253, 254, 255 
Perchlorethylene, 250, 253, 254, 255 
Persulphide, acetyl, 85 
Petroleum, 250 
Phenanthrenequinone, 210 
Phenazone, 173 
Phenetidine, 176 
Phenol, 199, 201, 231, 232, 270 
Phenol and nitrogen, 281 
Phenolphthalein, 201 
Phenols, 199 
Phenomorpholone, 223 
Phenose, 134 
Phentriazole, 189, 190 
Phenylacetic acid, 213, 215 
Phenylacetic ester, 78 
Phenylchloramine, 157 
Phenyldisulphide, 201 
Phenylenediamine, 164,167,177,178, 
196, 285 

Phenyl ethylamine, 204, 216 
Phenylglyceric acid, 215 
Phenylhydrazine and nitrogen, 285 
Phenylhydrazones, 67, 203 
Phenylhydroxylamine, 138-146-155- 
163 

Phenylisocyanide, 163, 254 
Phenyllactic acid, 215 
Phenylmercaptan, 201 
Phenylmethylene, 259 
Phenylnaphthylcarbinol, 206 
Phenylnaphthylketone, 206 
Phenylnaphthylpinacone, 206 
Phenylpyrrolidone, 119, 215 
Phenylsulphocarbazinic acid, 131 
PhenylsuOphuric acid, 230 
Phenyltolylamine, 195 
Phenyltolylcarbinol, 206 
Phenyltolylketone, 206 
Phenyltolylpinacone, 206 
Phenylxylylcarbinol, 206 
Phenylxylylketone, 206 
Phenylxylylpinacone, 206 
Phorone, 70 
Phosgene, 255, 256 
Phthalic acid, 116, 134, 212 
Phthalic ester, 212, 213 
Phthalylaminobenzophenone, 207 
Picoline, 218 
Picramic acid, 176 
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Picric acid, 176, 199 
Pimelic acid, lU 
Pinacoiines, 207 

Pinacones, 70, 207 | 

Pipecoline, 192, 218 
Pipecol yi hydrazine, 193 
Piperidine, 192, 218 
Piperidine and nitrogen, 285 
Piperyihydrazine, 192 
Pivalic acid, 92 
Poly amines, 283 
Polybasic acids, 116 
Potassium acetate, 95, 97, 101, 108, 
111, 214 

Potassium butyrates, 88,101,108,214 
Potassium caprcate, 93, 214 
Potassium cyanacetate, 85 
Potassium cyanate, 120 
Potassium cyanide, 120 
Potassium ethyl-carbonate, 59 
Potassium ethyl malonate, 108 
Potassium ethyl succinate. 111 
Potassium ethyltliiocarbonate, 131 
Potassium ferricyanide, 120 
Potassium ferrocyanide, 120 
Potassium glycollate, 97 
Potassium heptylate, 93 
Potassium isethionate, 66 
Potassium isoamyl-phosphate, 66 
Potassium isoamyl-sulphate, 66 
Potassium isoamylxanthate, 131 
Potassium isobutylxanthate, 131 
Potassium isobutyrate, 112 
Potassium Isevulinate 100, 102 
Potassium methyl-carbonate, 58 
Potassium methylxanthate, 131 
Potassium oenanthylate, 95 
Potassium percarbonate, 77 
Potassium phenylsulphocarbazinate, 
131 

Potassium propionate, 86, 108 
Potassium pyroracemate, 100, 101 
Potassium succinate, 110 
Potassium trichlormethylsulphonate, 
65 

Potassium valerate, 95 
Potassium xanthate, 6, 131 
Potential difference, 44 
Potential, electrode, 14 
Potential, excess, 20 
Propionic acid, 63, 64, 86, 100, 279 
Propionic acid and nitrogen, 284 
Propionic aldehyde, 63, 89, 98, 114, 
279 

Propionic aldehyde and nitrogen, 282 
Propionic esters, 108 
Propyl alcohols, 63, 88, 89, 113,114, 
276 

Propyl alcohols and nitrogen, 280 
Propylamine, 57,121, 284 


Propylbenzene, 214 
Propyl butyrate, 89 
Propylene, 88, 113, 114, 271 
Propylene and nitrogen, 271 
Propylene bromide, 88 
Propylenediamine and nitrogen, 285 
Propylene oxide, 114 
Propylhydrocinnamic ester, 244 
Propylhydroxylamine, 57 
Propylnitrile, 121 
Propylpseudonitrole, 73 
Prussian blue, 120 
Pseudocumene, 134 
Pseudonitroles, 72 
Pseudotropine, 219, 220 
Purins, 122 
Purons, 125, 126 
Purpurin, 210 
Purpurogallin, 202 
Purpurogallincarboxylic acid, 202 
Pyrazolidine, 74 
Pyridine, 218, 285 
Pyridine derivatives, 217 
Pyrocatechin, 231 
Pyrogallol, 202 
Pyrogallol and nitrogen, 282 
Pyrometers, 239 
Pyroracemic acid, 100, 101, 102 
Pyroracemic acid and nitrogen, 284 
I^otartaric acid, 113 
Pyrrol and nitrogen, 285 
Pyrrolidone, 119 

Quinaldine, 219 
Quinhydrone, 133 
Quinia bases, 221 
Quinine, 221 
Quinizarin, 210 

Quinone, 133,164, 165,177, 180, 194, 
201 

Quinone and nitrogen, 283 
Quinonediimide, 164 
Quinonehydrone, 202 

Racemic acid, 117 
Reaction temperatures, 238 
Reaction velocity, 11, 30 
Resorcin, 201, 202 
Resorcin and nitrogen, 281 
Rocceline, 198 
Rosaniline, 181, 195 

Saccharic acid, 68 

Saccharic aldehyde, 65, 203 

Saccharin, 216 

Saf ranine, 195 

Salicin, 203 

Salicyl alcohol, 203 

Salicylaldehydephenylhydra2one,204 

Salicyl-a-osazone, 204 
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Salicylic acid, 133, 201, 214, 258 
Salicylic-acid-phentriazole, 110 
Salicylic aldehyde, 283 
Salicylosazone, 204 
Saligenin, 203 

Saligenin-glucose, see Salicin 
Saliretin, 203 

Sandmeyer-Gattermann reaction, 
electrolytic, 196 
Sarcine, 127 
Sareolactic acid, 98 
Sebasic acid, 115 
Sebasic diethyl ester, 114, 115 
Short-circuiting cells, 50, 180 
Silent electric discharge, 235, 261 
Sodium acetoacetic ester, 100 
Sodium dicliloracetate, 85 
Sodium dichlorpropionate, 87 
Sodium formate, 81 
Sodium glycollate, 97 
Sodium iodopropionate, 87 
Sodium malonic diethyl ester, 108 
Sodium nitroprusside, 120 
Sodium propionate, 86, 111 
Sodium succinate. 111 
Spark discharge, 244 
Standard electrodes, 45 
Stilbene, 259 
Strychnidine, 222 
Strychnine, 221 
Strychnos bases, 221 
Suberic acid, 113, 115 
Substances reducible with difficulty, 
23 

Succinanil, 119, 215 
Succinic acid, 109, 115, 231, 232 
Succinic diethyl ester, 103, 112 
Succinimide, 119 
Sugar, 268 

Sugar-juice purification, electrolytic, 
69 

Sulphoanthranilic acid, 214 
Sulphoazobenzoic acid, 189 
Sulphobenzoic acid, 134, 212, 213, 
Sulphocarbamide, 285 
Sun yellow,’’ 173,187 

Tannic acid, 202 
Tannic, 214 
Tanning, electric, 234 
Tartaric acid, 110, 116 
Tartaric acid and nitrogen, 284 
Tartronyl urea, 123 
Terephthalic acid, 213 
Tesla currents, 261, 288 
Tetracetylethane, 74 
Tetrachlorhexyleneglycol, 90 
Tetrachlormethane, 255 
Tetradecane, 93 

Tetraethylammonium chloride, 118 


Tetraethylammonium triiodide, 118 
Tetraethyldiaminophenazone, 174 
Tetraethylthiuramdisulphide, 131 
Tetrahydrobrucine, 222 
Tetrahydroquinaldine, 219 
Tetrahydroquinoline, 193 
Tetrahydrostrychnine, 222 
Tetrahydrouric acid, 125 
Tetraiodophenolphthalein, 201 
Tetramethylammonium hydrate, 118 
Tetramethylbenzidine, 198 
Tetramethyldiamidoazobenzene, 1 77 
Tetramethyldiamidoazotoluene, 180 
Tetramethyldiamidobenzophenone, 

Tetramethyldiamidodiphenylmeth- 
ane, 208 

Tetramethyidiamidohydrazotoluene, 

Tetramethyldiamidophenazone, 1 74 
Tetramethyldiamidophenazone ox¬ 
ide, 174 

Tetramethylpuron, 127 
Tetramethylsuccinic acid, 107 
Tetramethyluric acid, 127 
Tetraphenylerythrite, 209 
Tetraoxyazobenzene, 133 
Tetraoxydibromanthraquinone, 210 
Thalleioquin, 221 
Theobromine, 127, 129 
Theoretics, 6, 235 
Thioacetic acid, 85 
Thiobenzoic acid, 212 
Thiocarbonic acid derivatives, 130 
Thioformaldehyde, 269 
Thiophene, 286 
Thiuramdisulphide, 131 
Thymol, 200 
Tolane chlorides, 259 
Tolidine, 168 
Toluene, 134, 249 
Toluenesulphamide, 216 
Toluenesulphonamide, 216 
Toluenesulphonic acid, 213 
Toluic acicl, 213 
Toluic aldehydes, 134 
Toluidine, 136, 140, 167, 169, 170, 
195 

Tolnidines and nitrogen, 285 
Tolunitrile and nitrogen, 285 
Toluylenediamine, 179 
Tolylpyrrolidone, 120 
Tolylsuccinimide, 120 
Triamidotriphenylmethane, 199 
Tribromhydrin, 248 
Tiicarballyiic acid, 117, 118 
Trichloracetic acid, 85, 256 
Trichloracetic trichlormethyl ester, 
85 

Trichlorbutyrate, 90 
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Trichlorbutyric acid, 90 
Trimethylacetic acid, 92 
Trimethylamine, 248 
Trimethylamine and nitrogen, 284 
Trimethylcarbinol, 91, 92 
Trimethylene, 271 
Trimethylenetritoluidine, 170, 171 
Trimethylene urea, 123 
Trimethylethylene, 253 
Trimethylisopuron,' 127 
Trimethylmethyl isovalerate, 91 
Trimethyloxydihydropuron, 129 
Trimethylpiperylhydrazine, 193 
Trimethylpuron, 127 
Trimethyluric acid, 127 
Trimethylxanthine, 129 
Trinitrobenzoic acid, 173 
Trinitrophenol, 176 
Trinitrotoluene, 173 
Trioxyanthraquinone, 210 
Triphenylguanidine, 254 
Triphenylmethane dyes, 199 
Trioxymethylene, 64, 65, 68, 253 
Trioxymethylene and nitrogen, 283 
Tropic acid, 219 
Tropine, 219, 220 


Tropinone, 219, 220 
Turpentine, 273 


Unattackable electrodes, 18 

Undecylenic acid, 94 

Unsaturated acids, 115 

Unsaturated esters, 108 

Uramil, 124 

Urea, 270 

Uric acid, 122,125 

Valeric acids, 90, 92, 231, 232 
Valeric ethyl ester, 108, 111 
Vanillin, 202 

Vapors and Tesla currents, 288 
Velocity of reaction, 11, 13 
Violuric acid, 124 
Voltaic arc, 244, 249 

Xanthates, see Potassium xanthate 
Xanthate, potassium, 131 
Xanthic disulphide, 6 
Xanthic supersulphide, 131 
Xanthine, 127 
Xylenes, 134 


